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a. 
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[ # if m * <o fs m ] 

O^^^KD^T-CD — « * (I) 




Ri 13: ^ ^ JH£ 13: ^£ R f i -NH-C (Y)-<D3££r^;fr b ; 

R 2 Ji(£ m T 3r , h y 7 * p y^/uS*fefiSt*^S»Sixfe:7*-^S 
X*s J; t5Yf±fi * KO* fc: ttSSr^ b ; 

R 3 . * * IH ^ , ffi « 7 * /u * t Kn ^rVl^f:ij:^-OC(0)R' 3 .^S^^t) 
b ; 

RMil - lOfi o«*lR^***^«ltt*^H«SixfcT/u*yuK*:*fob ; 

R 3 . W: tK ^ Ig ^ 4 {1 m 7 ?v * /u JS £ ^ ;b b ; 

R< j£-C (CH 2 ) o -CHR' 4 R*< <£> ^ $T ^ b ; 

n II 0 , 1 % 2. 3, 4, 5 *fcli6©ftfiSrSfcU ; 

R' « js J: tfR", nm * Tkfg J® * . &mT/u*/U, > ? a 7 >V* fV , ix^oT/U 

^^{s^r/u^/u, 7 y — , ry -^i^/y^/K ^ ^ n 7 y — ^ , ^ ^ 

A — B«-C=N-^ ft te-C-N(R s ) -* m t> b ; 
b ; 

r' b 14**18^ , r ^ y , e«7/u*/i'g7$/* ^ 7 * /u) t*j 

x > 9 n r /i- * A* , ^ X d V ^ o 7 * /U % ^ h P^fcliv'Ty T'iSCEftL 
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it?T~V;u % Hf i:fft Lfir y ^td7 y -NH-c (o) - ( 

CH t ) c -NH-C (0) - (CH 2 ) d -NH 2 (£> & & St fc> L ; 

P li 0 , l % 2. 3, 4, 5. 6. 7, 8, 9 l£ iTc 1 0 O ffi: £ g ;b L ; 

c jsitf dua^rico, i % 2^yb{i3(DS:ii:$:^^i-] cojb^e»^^«cn 

[«*S2] R',l:J:ot8i?4h5ry-;vSSfcll^fnry-^S 

3r f - tir % i& iR 7 3 3r ii /u # = % fii8i7/^/^/^^;K p , h y 
7^^oy f ;K hy^/U^-D^h^rV. t K p 3r V % ~ h n , > 7 y , 7 y — 

„ 7 y - v/^ o7^^/^f:li^f n7;^^S^bIR$ 

in ; 

R,i:j;oT*i9Shfi7ss^i©Hi:ifc[i«ft5ii(nii, t K p * v- . 

R^j:j:otSt>SliS7/^;u||«)Hi:4fcllS4 5B*aiift©S : > * 
xi T )V * tv ; ^ T u y ^ oT/U^r/W ; 7 y — /U ; ^ y 1 p 7 y — ; ~ h p * I J 

> 7 y fc <fc 9 Klti:li*Lfc^7^^;U ; 5£NR~ 3 . R' ' ' 3 . ({& LR*, . *5 J: tfR' ' ' . 
. li fi * fc: * * IK , i& 7 * . 7 y - /u , 7y-/uSll7;^/K ^ =r p 
7 y -^ii7;u^r;u, 7 ;u ;u ^7 ;u ^ ^ ;U ^ t (i 7 ^ ^ ^ v' ^ ^ n ;u I ^ ^ 

o s 5, a « n ; 

R* 4 33 <t R* 4 i- J: o r ft§ * M ^ fc> £ £ T 3r , y ? p 7 tV /l- , > ^ P T 
3f yO^ 7 ;u 3r , 7 y — , 7 y - ;u 7 ^ ;w , ^ r c 7 !i - ^ , — u T y — 
^7;^;k 7 y - = 117 ^ v y f ;uS© Hi: s fc 5 E* 

S ti fc K p > , /> n , h y 7 /u * p y ^ . 8*7^*^UB:S«7^3^ 
2£ rt> <b m tf tt ; 

R' s (:J:oTt<b$tL5 7y-;vl©Pi:^^ill4 5I8IS(iS:(0S: 7 /u 
;U S 7 A* ^ 3r is 7 )V * /u m ^ h il tf , : K ^ 7 ;^ [i 7 /V = 

> 7 /U * & m 11 * *r io <fc T * y o t if C lift $ il t 1^6 , f» * <D $1 H 

# 1 « e * a; (i) co ft m o 

IM&m 3 ] R\ li , R©S : fiiR7;U3*V, h y ;US 
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n = h a t>m /vt-m u £ itrtm ft 6 i ia±©B*si: J:o-csssti:a*s 

R2 {& ft 7* A' ^ -/i' 3E Sr 3? }3 "4" <fo <5 i * f4 ./> d ;£ Ti: fc£ © ft 7" A" ^f* ^ 2£ £>iSA/jfci 
fs] C £ fc S ft 5 iia±©iSftlil: J:o-CBti:fi*Sixt7 3 :=;i'aS:St) 
L ; 

R 3 ■ Jl 7k ^ m ¥ . t: K p * > £ 5S -0C (0) R' 5 B O S £ m t> U ; 

R' 3a li, aNR* 1 .R ,,, 1 . ( * * R* 3 . *3 X tfR" ' 3 . 11 m * K * 3£ US ^ % (S ft 7 /u 

S 4: ^ fc> L ; 

r' « js «t u r", tt * * % , e « r ^ * ^ . s/ ^ o r * ^ , r y - ^ , 

A— Bli-c=N-S:Si5t»*«)«B» 1 S4fcliS2«E«©a (I) (Ofc&m 

[»*«4] r' «ftr/u a* h y ? * o > £ fc 

=. h n & h m h ft m U * fc J* H ft 5 lfl«±<D«*KinJ:oTtt«K««S 

tb^:^^ — ^ 3£ £ 31 fc> b ; 

R 2 li 8i 7 ^ ^ S $r S t> t ^ ^ I i ^ f ^ , ^ p p 4 fc li 7 ;U t p d» C> I ^ 

*f Rl C £ fc i* & ft 5 ifl«±«)aJftSI-J: o tBfii:E»S^fc7x^;i/SS:S 

mm cox. en (o<b^feo 

[f8*Jfi 5 ] A---B(i-C=N-£ it U . SR, ; R' , ; Y ; R 2 ; R 3 e ; R 3 *> ; X ; n 
; R'« jR^i^jft-PtLft^jaSfeS:*"*-* : 
H; -; -; 2-Cl-Phe; H; H; 0; l; H; Phe(^^^yu); 
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H; -; 2-Cl-Phe; H; H; S; 1; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; 0; 2; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; 0; 0; H; 7x^;uii;^n;H 

H; -; 2-Cl-Phe; H; H; 0; 0; H; Phe; 

H; -; 2-Cl-Phe; H; H ; 0; 0; H; d^^^;u; 

H; -; 2-Cl-Phe; H; H; 0; 4; H; H; 

H; -; -; 2-Cl-Phe; H; H; 0; 2; Phe; Phe; 

H ; -; 2-Cl-Phe; H; H; 0; 2; Me; Me; 

H; -; -; 2-Cl-Phe; H; H; o; o; H; T V > ^ ; 

H; -; -; 2-Cl-Phe; H; H; 0; 1; H; fc* V *J & ; 

H; -; -; Phe; H; H; 0; l; H ; Phe; 

H; 4-Cl-Phe; H; H; 0; l; H; Phe; 

H; -; -; 2-F-Phe; H; H; 0; l; H; Phe; 

H; -; -; 4-F-Phe; H; H; 0; 1; H; Phe; 

H; -; -; 2-Me-Phe; H; H; 0; l; H; Phe; 

H; -; -; t-^^/v; H; H; 0; 1H; Phe; 

H; -; -; 2-Cl-Phe; OH; H; 0; l; H; Phe; 

H ; -; 2-Cl-Phe; OC(0)-(CH 2 ) 6 NH 2 ; H; 0; l; H; Phe; 



R' , -NH-C(Y)-; 2-N0 2 -4-MeO-Phe; S; 2-Cl-Phe; H; H; 0; 1; H; Phe; 

R',-NH-C(Y); 2-N0 2 -4-MeO-Phe; S; 2-Cl-Phe; H; H; 0; 2; H; Phe; 

R' , -NH-C(Y)-; 2-N0 2 -4-MeO-Phe; S; 2-Cl-Phe; H; H; S; l; H; Phe; 

R' , -NH-C(Y) -; 2-N0 2 -4-MeO-Phe-S ; 2-Cl-Phe; H; H; 0; 0; H; y m n /u id ?v if, 

=■ ;v ; 

R' i -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe; S; 2-Cl-Phe; H; H; 0; 0; H; Phe; 

R* i -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H ; H; 0; 4; H; H; 

R' i -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe; S; 2-Cl-Phe; H; H; 0; 0; H; > ? n — is 

; 

R* i -NH-C (Y) -; 2-N0 2 -4-MeO-Phe; S; 2-Cl-Phe; H; H; 0; 2; Phe; Phe; 

R* i -NH-C ( Y) - ; 2-N0 2 -4-MeO-Phe; S; 2-Cl-Phe; H; H; 0; 2; Me; Me; 
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R' 


-NH- 


C(Y)-; 


2 -NO, 


-4-MeO-Phe ; 


S ; 


2-Cl-Phe ; 


H; H; 0; 0; H; 7 # is *f- >v \ 


R' 


-KH- 


C(Y)-; 


2-N0 2 


-4-MeO-Phe ; 


s ; 


2-Cl-Phe ; 


H ; H ; 0 ; 1 ; H ; tr y i? /u ; 


R' 


-NH- 


C(Y)-; 


2-N0 2 


-4-MeO-Phe ; 


S ; 


Phe; H; H; 0; l; H ; Phe; 


R' 


-NH- 


C(Y)-; 


2-N0 2 


-4-MeO-Phe ; 


s; 


4-Cl-Phe; 


H ; H ; 0 ; 1 ; H ; Phe ; 


R' 


-NH- 


C(Y)-; 


2-N0 2 


-4-MeO-Phe ; 


S; 


2-F-Phe ; 


H ; H ; 0 ; l ; H ; Phe ; 


R' 


-NH- 


C(Y)-; 


2-N0 2 


-4-MeO-Phe ; 


S; 


4-F-Phe ; 


H; H; 0; l; H; Phe; 




-KH- 


C(Y)-; 


2-F, C 


-Phe; 0; 4- 


F-Phe; h; h; 


o; l; H; Phe; 


R' 


-NH- 


C(Y)-; 


2-N0 2 


-4-MeO-Phe ; 


S; 


2-Me-Phe ; 


H; H; o; l; H; Phe; 


R' 


-NH- 


C(Y)-; 


2-N0 2 


-4-MeO-Phe ; 


S; 


t-zf <f- >u ; 


H; H; 0; l; H; Phe; 




-NH- 


C(Y)-; 


2-N0 2 


-4-MeO-Phe; 


S; 


2-Cl-Phe ; 


OH; H; 0; l; H; Phe; 


R' 


-NH- 


c(Y)-; 


2-N0 2 


-4-MeO-Phe ; 


s; 


2-Cl-Phe ; 


OC(0)-(CH 2 ) 6 NH 2 ; H; 0; 1 ; H; 


Phe. 















1 m * m 6 ] r* , is , & <d m : © m r & = * ^ % tz. n ~ b * & bm/vizm 

* 

R 2 ii 1 fiKJ:©0CSfcttS4 5^oSi:J:otS6f i:I»Siifc7x^;va 
L ; 

R 3a :fc<fcU ? R 3fa 7KlffJ^ J ?-£^*>L ; 

R' 4 *3 X X* R"< IB * K * « m * s fi87/u^;u*fcfir y-^SS:8fcL ; 
A — Bll-C-N(R s )-^St>L ; 

Rsfi**®^, fi«r;^ = 7uS4fclia-c(0)-(CH,) p-R'.^^^^^i", 
IS*^«SH»i3S*fcttSB2«^ffi*^S: (i) (Dit^^o 

I m * m 7 ] R' t 13 % »c<OS:fi*r^3*->*fcfi^hn^fcaA/^:|Rl 
C « iz. l± H ft £ 1 iWl^iftSiaotif Cl»^f:7z^;H^it)L 

R, I* <ft « T * g £ S i" a» * * n o SC J: o t iSSft $ tifc 7 x = 

R* * *5 X Xf R*« fi * K tK J® . 687;^^Sfcll73: = ;i/Si:«t>l ; 
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RsnTkmm*. ^>f=:;u* tcn^-cm-r ,<om^ mt> l ; 

R' 5 ^^C^^^, TS/, > ^ u ^ , -NH-C (0) -CH 2 -NH-C (0) -CH* -NH 2 

f»#*>«H»6*tB*«>5t (I) <Dit&® 0 

I m * 8 ] A B li -C-N (R 5 ) - £ ^ fc> L % & R, ; R* i ; Y ; R 2 ; R 3 . ; R 3 b 

; X ; R 6 ; n ; R' « ; R^tt-tfr^JfrSc^ScSfc^Ti"* : 



H; -; -; 2-Cl-Phe; H; H; H; 0; l; H; Phe (7 :n ~ ) ; 

H; -; -; 2-Cl-Phe; H ; H; H; 0; 2; Me; Me; 

H; -; -; 2-Cl-Phe; H ; H; -CH 2 CH=C (Me) 2 ; 0; l; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; T S J ^ * -> ^ # /u # ~ /u ; 0; l; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; r ^ J << > ^ # ^ ^ = /u ; o; l; H; Phe; 

H; -; 2-Cl-Phe; H; H; y K y ^ > f ^ * ^ ^ ^ ^ ; 0; l; H; Phe; 

H; -; 2-Cl-Phe; H; H; T 5 J rf ^ >v t> >v # ~ ; 0; l; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; -f n e /u # /^ ^ yu ; o; l; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; is 9 o ^< v ^ /u ^ ^ # — ; 0; l; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; 7x^^/0 t°/u^;u^^/v; 0; l; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; 7 x ^/ ^ ;u ; o; l; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; 4- (L-T 7 J 4 3r 3r > > ^ ) ^ v> /u # A* ^ - ^ ; 
0; l; H ; Phe; 

H; -; - ; 2-Cl-Phe; H; H ; 4-T ^ J * ^ /u 7 m ~ /u # tf? ~ ; 0; l; H; Phe; 

H; -; -; Phe; H; H; NH 2 -CH 2 -C (0) -NH-CH 2 -C (0) -NH-CH 2 -C (0) - ; ; 0; 2; Me; M 

e ; 

H; -; -; * 3r *< > ^ A* ; H; H; T ^ / ^ ^ A' # ;u /tf ^ a- ; 0; l; H; Phe; 

H ; -; -; >f y :/ ^ /u ; H ; H; T S is * ft* ~ \ o; l; H; Phe; 

H; -; -; ^fV^f/H H; H; H; 0; l; H; Phe; 



R' i -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe; S; 2-Cl-Phe; H; H; H; 0; 4; H; H; 
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R' » -NH-C(Y)-; 2-N0 2 -4-Me 0-Phe ; S; 2-Cl-Phe; H; H; -CH 2 CH=C (Me ) 2 ; 0; l; H 
; Phe; 

R* . -NH-C(Y)-; 2-N0 2 -4-MeO-Phe; S; 2-Cl-Phe; H; H; 7 X J — * is # /U 

; 0; l; H; Phe; 

R' i -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; -f u fc° >v ft )V if, ^ >v ; 0; 
l; H; Phe; 

R' i -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; V^n^yf;Mf 
/v sz. )V ; o; 1 ; H; Phe; 

R* i -NH-C ( Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 7x^;1//d t e /V^;l/^ 
~ ?v ; 0; 1; H; Phe; 

R* i -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 37 zc ^ ^ >V >V tff ~ 

jv ; 0; l ; H ; Phe ; 

R* i -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; T ^ J ~? j\s jl ?\s i$ ~ f\s 
; 0; l; H; Phe; 

R* ! -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; y K !) f 
=■ /u ; 0; 1 ; H; Phe; 

R* i -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 7 % J ^ V * ^ ~ 

>v ; 0; l ; H; Phe ; 

R' i -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe ; S; Phe; H; K I NH 2 -CH 2 -C (0) -NH-CH 2 -C (0) -NH 
-CH 2 -C(0) ; 0; 2; Me; Me; 

R' i -NH-C ( Y) - ; 2-N0 2 -4-MeO-Phe; S; Phe; H; H; T ^ J — 3r > ^ X ~ 0 ; 

2; Me; Me: 

R* i -NH-c (Y) - ; 2-N0 2 -4-MeO-Phe ; s; * Jr ^< is >\s \ H; H; T ^ ; ^ * )V 13 ?v 
i£ =. )V ; o; 1; H; Phe; 

R' i -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe; S; >T V 7 *f- ^ \ H; H; 7^ y^^rV/^;^ 
~ )V ; 0; l; H; Phe; 

w*(©ttH»i9[, m 2 m 6 m* tz&m 7 m<owfr friz ®>o 

[ 89 * « 9 ] ft S; ( l ) 
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o 




Rab 



(1) 



(jz^RijsxifRai-imXKDisimm i ^i-^LfcS^^^ru, r, > i* * m m * 

14 T A- * S & 3? *? L . R' 14 (B & T * ;u £ 14 T V - & T iv * ju g £ S *3 



(*.<pxczmmm* &&t>-t) coit&m* . a> < u # ?> ^ ^ ft (2) 

(I) (ffl LA- -BI4C=N£g|fc> L , R.HtK^H-^StS^L, R s . 14 tK US Sfi ^ £ fc 14 T 

l m * « 1 0 ] t»3R©sisigsg9jgfEij£ro:j£(2) ©{k^^^?ffijts??it 
T-BHfc lt#;5S: (3) 




?2 




R2 o© 



(3) 
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ftm. 2002-541260 



SE-C&S Lt&S (4) 




S n-""^ R 3b c Ha 



(4) 



O 



■eft ft (4) £^>-ftb-c#c;i£ (5) 



(*t*R 2 > R 3b , R« , R'*3 <fc tfXW: hu IB £ * -f 6 ) Oft &m * ± tit b % g& 

ldft1^#3 (5) S:*/U^7«-h^K«giSJ£«w35WtTa (I) (ffi b Ri I* H «: * fc> L 
, R 3 . fc Ko^VSfcSi3t)ro»eft^*«:4*t5:i:A^45, IS $u 
m m 1 ^IBSc <D — «5S (I) ({& b A— Bf*-C=N=Sr* *> b » R, * 3f ^ ^ £: b 
, R, . f* e Kp^i/SfeS*3t)©ft*«©»S*S 0 

1 1] m &<Ol&mm 1 0 «KH2*G>5t (5) CD ft £*$J R' 3 
. C (0) OH (5t^R , > .tt»*<0«H«El*l-^bfca«*:fi-i-*) ^ It t R « S * 
T (6) 



(5£*R a * R',., R 3b , R« > R'iS «t t^XJ4«Ecofi|i«:^r-ra)<Dft-&*S:*ric b 

, a«^ft-&ft (6) sr*/u^y-h©»«»Rrt;ir3ft»rfca (i) ({fibRiiiHSr 




(5) 




(6) 
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m *> b , R, . i*&-oc(o)-r', . *m fri-)<Dtt&fc&%> * 6 r ^ t)*h ft 5 % 

IS^OffiHm 1 ^IB® <D-/&5£ (I) (fi LA— Blt-C=N-^S^L, R.liTKiJf®^- 
£ ^ fc> L , R 3 .(ii-OC(0)-R , 3 .^t^t)Oft^«|(OK®*feo 

[fst^JSi 2] fg^oai® 91i:gf (2) coffc^^ic^teldl®* 
■ca»fta5Effli:RJCS*-C»:* (8) 



(s£ + R 2 . R 3b . RifcJ:(;xiiSJ*©«B» i«l-^Ufcf««:*L, R, . « IB 
f tcfb^fti (8) h<oBi«»Rictc^ftr — ««: (i) (fflLR, 

<D — f&5£ (I) (fiLA — Bli-C-N(R«)-tS^ t, Ri *3 J: X* R* W: * * IS tF £ X t> L 

i 3] 2JS{ciB®^^: (8) co^fb^^^^^: : z'- 



(^f R^ R 3b> R4*3<tt5Xtt»*:<Oj6H!gi«^^LfeScS*Wb, R, . *s <fc R 
ftSn-fls^fc (9) - ho|l«iR«:i:^rft-«!« (I) (ffiLRi 




R2 H 



(8) 




(9) 
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<D — f&iX: (I) (fa L A---B(4-C-N(R 5 ) 3? fc> L , R, 14 * ^ m ^ & ^ fc> L , R s . 14 
SfcttTA' + ^SSrSbL. R s (4TA'>5r = ><w££a*>-r)rc>{L-£'4?!5<oSI 

[fg#>S l 4] itfflgfflf i 2 « ?s « it (8) rote 3- £ & 5£ : 
R' » -(CH„ ) „-c(0)0H(:S; * R* 6 33 J: tfpd: & IE w ft < T'fc*)«i£fcK/&£-e:-C>!tJ£; 
<D<t&®> (10) 



(itfR, . R,», R, *5 £ tfXIifS* <Z> 11 m 1 m =P U £ =ff U » R 3 .. R' 6 *5 

XTlpK'&mvMm&lf U , R'tt»*©«BBJIS9*J!i^Lfc«ai«:*ri-4)«r** 
L . 

& r-te-s-fe do) * /w< p< - h \c a» t 0f M<£> dfcf&fe (i) (fa 

LR. tt**JSl^-*ra*>i-)S:»Sni:*»6><eS, BI*«)«H*lflE«©-*a: (I 
) (fa LA---Bf4-C-N(R s )-£r3t L, R,l±*^®^-^^fc>L., R, . 11 tK £f g( ^ * 
lir^ + ^SSribL, R s 14 g -c (0) - (CH, ) , -R' 5 M t> ~T )<D it & m <F> m it 3j & 

5] — «:* (I) (filRill**B^S:S*>t) ©SSOftd 

£ (7) 

R' i -N=C=Y (7) 

(it*. r\ *5 j: t*Yte & gao *p < -e & 5 ) o {k&Vo t & ft * x (1) cos 

ffi LR, ttSCR' .-NH-C(Y)-03SSr*t>-r)Wfk^«<O»iS*fto 




(10) 



(13) ^S200 2-54 1 2 6 0 

(i) ©{k^-^Mt^ics: (i) (ait&®<D8im±Wr® o zmmm* itiz^mgt 

[ m * ^ i 9 ] w F^^f ^i/t7'^-» lixii^htiltatts 
2) ©fc£-#> 0 
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[ 0 0 0 1 ] 

-tzmmmtfLVa z ti h <o v t * \* ^ \± i u & it i± * ti si ± <o v h * 

f^lsuf??— (somatostatin receptor) * & *a "T 6 £ ffi 4fc AS * /*:: tt & A £: 
[ 0 0 0 2 ] 

y h * ^ >- (sst) li^S^^^e^o^^^ffli^Ji-^HT-i: LTflJ^Tf S 

£ *!, (Brazeau P. h E> ff- ^ (Science) 1973, 179, 77~79#08) O Z <D tfo H V -e 

t£~aL~n>, BKS)IIj3(t5ttgfiS«f LT(Reisine T. <b <£> W g ^ (N 
euroscience)1995, 67, 777— 790; Reisine^CD^#$&^(Endocrinology)199 5, 
i6;427- 442# RB ) js J: t* # » « W (MEM. ?^SCilia§ 
)K*3f*S#«eig«R£: L T t> f£ £ . h ^ ^ f ^© ^ft^tt ^ 5 1^) 

[ 0 0 0 3 ] 

V h^^^-^^Miii"^^^ (Moreau J.P. ^ (OLife Sciences, 1987, 40, 
419; Harris A. G.^ CO The European Journal of Medicine, 1993, 2, 97-105)CO 

-v^j;0^D7^f ^;U 3 K <E> » ft BJ fP /B* f*3 9t W> ffl ft 

M , -Y^^yy — -7 (insulinoma), & 3$ Si (nesidioblastoma) , > * V 

> ifo. *m , ^ /u * y - ^ , ^f^hy/-v33j:i5/yy^t-3:yvyfii8, 

GRF«iBafct5jj:*ia#«*^attmjiiL. p^it&se. p + nfit m&se, mem*. 

Sift *5 J: t*B¥W n * ?L (f istulae) £ T*I . '&^&ftm&fflm&m<DMfe&Tm 
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KitSSg, f&»mKX-<D-#.m?£. PI BR JE IBS ii ^ & K iff ® g .& # l~ It 5 

wmmnmik. Risaii. w + 'mi®® tenants.. ? a ->>m. £ # i± gMt , 
& # » £ & # , * b§ & $k {Sikji^. ^s^isA^M^^a^^M. ms&® 
m&m i^m&-r z>mmm > at is <t i* # k & # v . m & j& # >• . ^ti^v 

£tf £tf|£B§B:flg#:/, & « j£ *s X 4* \z m fi£ SI f£ £ , JfrB8<o|& 

«t £ . « <o n «i ^ v & js © & as , ztz'pm#>wkJ!k<Dmm&&.Tiic&<Dmmmi3 

C*tli6, # » 1* fi£ Jl , * *M «Pi 8£ . BKtt£PF!»&#t#. ^ w - 7 

?pi©^c ? jsjh, i»B»«K>5flafcj:t5ig*. sisdr, urn m , # > jg 

[ 0 0 0 4 ] 

hs:t#*i>. 3? 83 -h . teniae + fiJJBte*iJ:tJ<fi;v*a*tt 

)5 ! ±/iIH i ft 5 r i (Robinson C. ©Drugs of the Future, 1994, 19, 9 

92; Reubi J. C. ©TIPS, 1995, 16, 110$I). v 5 T "if f ^ <£> W rf ^ K fil ig (C 

J: 9 , y-^h^^^vrof^fflM*5j:U5SfetM-TffcS^^BJ1©ft##)i±, 3K8$ro* 
^^^So^U^O^?"^ K 1^ ®l ffc J: 9 fcftiB^»^*rLT^?lj§®14T?*< Ld» 

^ > ^ ± 7 ? - & & ^ ^ z wci m tz & m & m £ tz tz m m & & m-t z> <n iz g m 

[ 0 0 0 5 ] 

tjift*»WOI!8tt5tSi84tttiH#JS*ftltlSSRtt(|:»*fcli: 
tLfeco?s^-fe<D^r-(D-^^: (i) 
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*?2 



R^N 




*Raa 
Rab 



(I) 



Ri 14 zk at EC =f- £ fc tt *R f i -NH-C(Y)-© S fc * t> L ; 
R* , ti 7 y - /u 4 14 ^ ^ory— ^iS:St>l, R7y-^^J:tJ«^fn7 

£3t fc> L ; 

XfcJ:l5YI±«*fcO*fcttS4r«;bL ; 

R 3 . f4 * X ® ^ . © » X * , b Ko^'>S4fcl4a-oc(0)R' J( (OSS:afe 
L ; 

R' 3 li 1 ~ 10<@ ^K*S^*^#i-SR6S*-e»Stt3fer^^^SS:at>L ; 

R 3 b f4 7k Iff ® =f- 4 14 <£ m T >v * /v S £ « L ; 

R 4 (4ii£-C(CH 2 ) n -CHR , 4 R* 4 <D M £31 t> L ; 

n J4 0 , 1 , 2. 3, 4, 54fe(i6©»fiSrg^L; 

R' 4 *5 <£ £J* R" 4 14 <B * tK * ^ ^ , i& %k T * % \s 9 o 7 * , > ^ o T tv 

* i&Wlt ?v * )v % r y — /u , ry — /i^is^r^^r/u, ^ u r y — , ^ ^ n 
ry-;ufijR7;u^;w, 7 y - = fcli7 ^^yf ;H t« ,b I, r 

A BJ4-C=N-4 f4-C-N(R 5 ) - £r ^ t> L ; 

R 5 {4tK^I^^, fi»T/u^^. fi»7;^y tii^-C(0)-(CH,) p -R' s (D 

R' 5 tt**JB^. fi«7;u^;usr^ ^ ( (£ » r * ) r^y 

, > * d T >V * , ^ r- p V * n r =*r /u , — h p ^ f: I i '> 7 y T'ffiSCBS L 
It 7 =- * iSCSft Lt7 y - /u, ^fP7y-;vS^f:(iS -NH-C (0) - ( 
CH 2 ) c -NH-C (0) - (CH 2 ) < -NH 2 ^ & £ ^ L ; 

p 14 0 , 1 % 2, 3, 4, 5, 6, 7, 8, 9 i li 10©ftfi ir* t> I ; 
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[ 0 0 0 6 ] 

j& 7 >^ * , iS 7 /U n 3r V . & T ^ ^" „ i& 7* * > # # = /U , 

{& & 7 3r ;U >WW * ~ , nr , h!i7/l/tn>fyK h !) 7^tn^ h^i/, 

t Kd^->, n h o % T J , T y — A* , 7 y - ;U t , V ^ n 7 9V * >\, * ft 

R,l:J:otSt)*h5 7x=;HoHi:*fcl4ll4 6B»Sl4, * K a * $/ , 

p , e & r a- * a- * fc r± © & r /u = * £ a» b s « £ n ; 

uT/W^r/U ; n->^ 07^^^ ; 7 y - ; ^ f p 7 y — /l^ ; ~ h p t 11 

•>7; in «t Cg^Lf:^7r:^;U ; ^NR' 3 ■ R* * ' 3 . ( {& L R'. . *3 «fc t5 R" * , 

. 14 « * k * * jr % i&mt & * & % r v - ?v , r y - ;H£»7^#^, ^ ^ d 

7 y - /Ufil7;u^r;u, T A- # /U ^ /U * J4 7 A* =3 Jo )V ~ ?v m £ ^ 

R' 4 *5j:tJ«R # i(: ioti* (:S*3Sii5 7/u^;u, * o 7 * % > ^ n 7 
/U^r/UT/U^r/W, 7 y — , 7 y - ^7;^;1/, ^ u 7 y — , ^ "T - P 7 y — 

/u r * a- , r y — /\" u a* # - a- * 7t fi r y >- a< s <o d * t4 j£ ft £ © & 

& 14 b K n 3r v- , n „ h V 7 * v * 7 * iS ft T A* * £ fc (4 (S & 7 A* = *r 

R , 5 iaoti^$tl57y -/HOPC^ : 7 A- 

=*r /U * tz 14 7 A* 3 * v- 7 A' A* ^ ^)>b il tf tl % r <D T >V ^ /U £ f4 T ^ 

V T * ^ ^ « ^- * *3 J: T % S Ciotttf Cift^tlTV^] T^So 
[ 0 0 0 7 ] 

Hft 12 O ^ m S3 ^ T ^ n ft -5 ffl fg 7 ^ n , ^on, /p^^fclia- Kl 
m(4 l - 6io»*Bf S:tt5Bfi4fctt»Rl7;u*/v£S:St)tois#* 
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[ 0 0 0 8 ] 

fi8r;u3*'>sii«itf^ h * , x h^>> x r o tr >v * * is £ fc rt >r y ^ 

Dtf^^^^S<oira#fflELfcr^^^S*ri»l£L»6^, [E IK , sec-^ fciite 
r t- :/ h * ^ & -e *> o ffi»r/u^r/u^^**ffi»H«^tfy^^^^-. ^ f 

^ D is m r /u - /u ft ^ ffl fg fi #j ^ if ^ , r y >V , yf 1 - 6 (@ 

fi , 7 ;u ^ ^ ^> ^ <t ^ 7 ^ ;w 1 ^ f ]| ^ < 5 7 ^ ^ ^ 7 ^ ^ ^ S $ 
t>i" <£> & U * L ^ o 
[ 0 0 0 9 ] 

ffif§V^P7/^;Hl'>^o7 p ak 6 ;K ^ d rf ^ , v- ^ o >- ^ * fc 

t>~t o ^tp p7/^/uSI1»o^(0^ D^fcliS^Sillf ^ttt^S 
»©«iLt*OSIr*tffl* : tfoy^^, >f ^9/»yy, 

Of 7/y v?y, ^ r y y ^ >- , o*t'/y^>, tJrt/y ^y, tr ^ y 
^ ^ x tf ^ 9 ^ > $• « * ^ * y ^ at o 

[0010] 

m m T y - /v li M t {f 7 x ^ /u ^ it li t 7 f I jtp ^ ^ ^ (i ffi ^ 13 J: o 

§7 y-;H^ia^jp< t^5r y-^t^rva^s^t 0 se^f ory- 

*T 1" £ '> # < t h l m<D$Z*mi- Z> . SlSfelifi^Stl^ J:ot«*Sii6 3?SR 
SSrSfcto ^tp7 y - ^S©Mt LT»©St*ffH5 : f i = 7 y 
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y r y y , r 


y y yu 
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— yu % tf y ^ ^ yu „ 
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yu 


% > y -7 v /i> is x t5 -< v k y & 0 














[001 1 j 
















/u % 7 x ^ f ;H /: 






yu 


y 






yu 3r yu ^ t)* mi i£ tf> £n 


< ~c 






y 






<g & T yu 3r yu g tt W 


x. tf >r 




K 


y 


yu 


> ^ yU . ^ m n /U y ^ /U , !7 y yU y ^ /U C7) #D 


# -ttifii^r p 7 


y — yu 


m 






TJ 8 


{g;^TyU:^/U2£7}SHiii££c7)£n< &> £> ^ d T 


y — /u {& I&l T yu * yu 






-r 






>> ^ 0 T /U 3r yU Wl T /U 3r yu -t tu tu is 


^ p 7 ;u ^ S is J; 




T 


yu 




yu 


£5 & W) v& <D jm < X* h Z> is ? v T 3r )V qk®L7 


yu 3r yu m £ & t> -f 0 












[00 1 2 ] 














f i 7 /l' ^ ^ ^ ;U $ ^ /Hi 7 /U /V 1 ^ f 


ig(^*n< T* £> £ T yu 


3r yu * 


yU 






yu 


l^St)tO^SF^ lil:ffl|7!i- 


yu # yu ^ ~ yu „ 7;u 


31 ^ v- 




yu 


4< 




yu 33 J: TJ 5 T yU 3r yu # yu if yU m % T \) — 




yU 










ifii7/v^/U7^ 


y *s J: 


It 




( 




» r yU * /U ) r * J \% m 7L VS. * f- T * J „ 


^ f 7 > y , y ^ yu T 




y 






x f ;U 7 ^ il ( y ^ yU ) ( ai ^ yu ) T 


^ y (Djn^Ty^^ryw 






CD 




< 



[0013] 
[0014] 

il^±©Ift«f:J:otB[ti:fi*Snfc7y-^iS:at)L ; 

R 2 (i {& ft r yu * yu & £ « *> -f ^ fc -5 iMi '> o * fc i& jft T yu ^ yu 2£ d> C> il A/ 
H C S W: Jl ft 5 1 Ba±©i»Sf:J:oTBtlca*Siifc7x=/uSi«*3 
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L ; 

R 3o te&mm* . t Ko*^Sfclia:-0C(0)R , ,.Ojfe«t>l ; 
R' 3a te, 5£ NR* 3 » R ' ' " a • ( * R" 3 . & £ tFR' ' ' , . <@ * H tK ^ ^ tF , {S^T/u 
^/u*fcli7;U3^v'*^# = ^S«:S*)t) <D R U £ I* m & £ l -t <£> § 

R, b tt**S^Srat>U ; 

R' < 33 J: HR\ l±m * f- tK m * &8lT >v , ^/^ o 7y^;K T y — % 
A Bfi -C=N- T-fc 3 , t^i^ff^ LV>f STMi C R' , . ft O g : 

R,{lfiftr>*;HS:S^t3i>4fctt:>f;K * n o * tit 7 A- * n il A/ 
^ L ; 

r' ..niaaji^r^ y sn^otBicf ft^n^Kii^ft 1 - s^^a 

R' 4 ft J: R'« ft <B * K tK * IS =t- > » 7 ^ * /u , P^^ri/;v, 7 ^ =. /u , 

\f y % 7xi/u*;v?t?-;u*fcli7^-7yf;H«rSt>t) fc £ 0 
[00151 

ICSKf ^ W<omW 11 A — -B*s-C=N-«: ^ ^LJ^T^«l(-IB^U^jl: 

^ft-CfcB* fifCSR,; R* i ; Y; R 2 ; R 3 . ; R 3 „; X; n; R'«; R*\ ^ *i ^ ft o 

H;-;-;2-Cl-Phe;H;H;0; l ; H ; Phe (7 ^ ^ /u ) ; 

H; 2-Cl-Phe; H; H; S; l; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; 0; 2; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; 0; 0; H; 7 * ^ % ?v t$ =l ,v ; 

H; -; -; 2-Cl-Phe; H; H; 0; 0; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; 0; 0; H; > ^ n ^ ^ ,u ; 



( 21 ) 
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H; - 
H; - 
H; - 
H; - 
H ; - 
H ; - 
H; - 
H; - 
H; - 
H; - 
H; - 
H; - 
H; - 
R* i - 
R* I - 

R' , - 

r' * 

R' , 
)V ; 

r' , 
r , 

R* i 
R' i 
R ' , 
R* , 

r' i 



2-Cl-Phe; H; H; 0; 4; H; H; 
2-Cl-Phe; H; H; 0; 2; Phe; Phe; 
2-Cl-Phe; H; H; 0; 2; Me; Me; 
2-Cl-Phe; H ; H; 0; 0; H; T # > 7 ; 
2-Cl-Phe; H; H; 0; 1; H; f !i i^/u; 
Phe; H; H; 0; l; H; Phe; 
4-Cl-Phe; H; H ; 0; l; H; Phe; 
2-F-Phe; H; H; 0; l; H; Phe; 
4-F-Phe; H; H; 0; l; H; Phe; 
2-Me-Phe-; H; H; 0; l; H; Phe; 
t-^^/u ; H; H; 0; ih; Phe; 
2-Cl-Phe; OH; H; 0; 1; H; Phe; 
2-Cl-Phe; OC (0) - (CH 2 ) 6 NH 2 ; H; 0; 1; Phe; 
NH-C(Y)-; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 0; 1; H; Phe; 
NH-C(Y)-; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 0; 2; H; Phe; 
NH-C(Y)-; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; S; l; H; Phe; 
NH-C(Y)-; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 0; 0; H; y )\, ;u 
; 

-NH-C(Y)-; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 0; 0; H; Phe; 
-NH-C(Y)-; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 0; 4; H; H; 
-NH-C(Y)-; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 0; 0; H; isfx*^*?*/ 



NH-C(Y)- 
NH-C(Y)- 
NH-C (Y) - 
NH-C(Y)- 
NH-C(Y) - 
NH-C(Y)- 
NH-C(Y)- 



H ; T ? ^ is 7 ; 



2-N0 2 -4-MeO-Phe; S; 2-Cl-Phe; H; H; 0; 2; Phe; Phe; 

2-N0 2 -4-MeO-Phe; S; 2-Cl-Phei H; H; 0; 2; Me; Me; 

2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 0; 0; 

2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 0; l; H; f 1/^/u; 

2-N0 2 -4-MeO-Phe ; S; Phe; H; H; 0; l; H; Phe; 

2-N0 2 -4-MeO-Phe; S; 4-Cl-Phe; H; H; 0; l; H; Phe; 

2-N0 2 -4-MeO-Phe; S; 2-F-Phe; H; H; 0; 1; H; Phe; 



( 22 ) 

2-N0 2 -4-MeO-Phe ; S; 4-F-Phe; H; H; 0; l; H; Phe; 

2-F 3 C-Phe-; 0; 4-F-Phe; H; H; 0; l; H; Phe; 

2-N0 2 -4-MeO-Phe ; S; 2-Me-Phe ; H; H; 0; 1; H; Phe; 

2-N0 2 -4-MeO-Phe ; S; \--f *f- \ H; H; 0; l; H; Phe; 

2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; OH; H; 0; i; H; Phe; 

2-NO, -4-MeO-Phe; S; 2-Cl-Phe; -OC (0) - (CH, ) . NH, ; H; 0; 1; H 



2002-541260 

R' , -NH-C(Y)-; 
R* i -NH-C(Y) 
R' , -NH-C(Y)-; 
R' , -NH-C(Y)-; 
R' , -NH-C(Y)-; 
R' , -NH-C(Y)-; 
; Phe; 

*&W<D£Vftfe<DmWteffiuZ<DimZ#: (i) <n\t%m [{aLR'.iK ^<nm : 
i& m r >v =2 * > * ft: ia ~ h p^p)I^^s:Pl:lfcfiS^5 1 i^J:^gfts^<t 

R,li 1 fiK±©[RlC*fcli*ft6/>pSi:J:otlfigi:t»*ftfc7x=;w|i 
£^ fc> L ; 

R* 4 & <fc R* 4 ll<B * \z tK IK m =F , «*T>u*/u*fctt:ry-/u*«r**>U; 
A Bte-C-N(R 5 )-£r L ; 

R 5 (i**W^, /u<5r^/w^^ fc(i^:-c(o)-(cH 2 ) p-R' 8 co s & m t> i-) 

■e fc 19 , L t SF 4 L V> S ffi "C W: R' , ft . & O £ : (g ft r >u ^ * > 4 ft: li ~ ho 
a> & S ft: m D 4 ft: 1% ft 5 l Ba±©@»Ii: J: o t Bf Ht» $ x ^ 

^ £ £r S :b L ; 

R« li » T /u ^ /i- S S: * i" d» * ft: li ^ o p SC «t o tilt ^ ^ ix^7 x x 
/i- S £r « t> L ; 

R' * is J: R% IS ffi * * * ffi -T- , fi»7;u*;u*fc(i7x^^SS:SfeL ; 
Ri fcfc * 3R IB ^ . ^yf^/U^ fcl^^-CtO-R's^S^I^L ; 

R' 5 (3 7k St isc -7- , r^y, v-^o^>-^/u, it -nh-c (o) -ch 2 -nh-c (o) -ch 2 -nh 2 

<D 4 > K y /i' 5 ^ (i 7 /l^ ^ i3 i (5 7 ^ ^ ^ V T ^ /i' K # 5 ill A/ ft: [r] C £ ft: 
l fi^±^@»Sfci:otBSi:S»$4aft7x^;uS^$t>L, rix 

[0016] 
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MKf¥L<a;itf. *&m<D^'£te. A -C-N (R 5 )-£: t> L . HTOfit' 

15® L tz1t&&> -efc 9 , SfI:Sr,; R* i ; y; R 2 ; R* . ; R* > ; x; R 5 ; n; R' « ; R'« 



H ; 2-Cl-Phe; H; H; H; 0; l; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; H; 0; 2; Me; Me; 

H; -; -; 2-ci-Phe; H; H; -ch, CH=C (Me) , ; 0; i; H; Phe; 

H ; -; -; 2-Cl-Phe; H; H; T 5 J — 3r -> /u # t& =. ;v ; o; l; H; Phe; 

H; 2-Cl-Phe; H; H; 75/^yf/^*;i/^ = /i/; 0; l; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; ^ K !) f = 0; l; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; T K J ~7 ^ A* % sJ? =- *v ; 0; l; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; t'yw^yu^^/u; 0; l; H ; Phe; 

H; -; -; 2-Cl-Phe; H; H; ^ n ^ ^ ^ > ^ A- # /u # ~ ; 0; l; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; 7x^;u-7 p p t^/M/u^^/u; 0; l; H; Phe; 

H; -; -; 2-Cl-Phe; H; H ; 7 = ^ ?v ^ ^ ;v jj ;u jj? ~ /u ; 0; l; H; Phe; 

H ; -; -; 2-Cl-Phe; H; H; 4- (L-T y J 4 As * =*r is * ^ ) "< > 9 J As # A" aR =- A* ; 
0; l; H; Phe; 

H; -; -; 2-Cl-Phe; H; H; 4-T ^ J * <f- ^ ~7 * ~ ?v ii if ~ ; 0; 1; H; Phe; 

H ; - ; - ; 2-Cl-Phe; H; H; NH 2 -CH 2 -C (0) -NH-CH 2 -C (0) -NH-CH 2 -C (0) - ; 0; 2; Me 
; Me; 

H; -; -; ^ & is *f- A» ; H; H; T^y^^rv'^^/u^n/w; o; 1; H; Phe; 

H; -; -; O^f ;H H; H; T ^ / 3r v- ;u # /u /K ~ ; 0; l; H; Phe; 

h; -; -; >r V 7 ; H; H; H; 0; l; H; Phe; 



R' i -NH-C(Y)-; 2-N0 2 -4-MeO-Phe; S; 2-Cl-Phe; H; H; H; 0; 4; H; H; 

R' i -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe; S; 2-Cl-Phe; H; H ; -CH 2 CH=C (Me) 2 ; 0; 1; H 

; Phe; 

R' i -NH-C ( Y) - ; 2-N0 2 -4-MeO-Phe; S; 2-Cl-Phe; H; H; 7 ^ y ^^rV;M;^^ 
a- ; 0; l ; H ; Phe ; 

R* i -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; /o t°;U^;U^^;U; 0; 
l; H ; Phe; 
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R' , -NH-C(Y)-; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; is ^ o ^ > ^ >V j3 >V ~ 
?\> ; 0; l ; H; Phe ; 



R' , -NH-C(Y)- 
~ }V ; 0 ; 1 
R* , -NH-C(Y)- 



2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 7x^^-/0 
H; Phe; 

2-N0 a -4-MeO-Phe; S; 2-Cl-Phe; H; H; 7 x ^ ;U x f ;U ^ ;W ^ ^ 
)\> ; 0; i ; H; Phe; 

R* , -NH-C(Y)-; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 7 ^ ^ ^ ^ n» # A» ~ 
; 0; l; H; Phe; 

R' i -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; >f > K V * 7 >v **> As 
~ /u ; 0; l; H; Phe; 

R' i -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 7 % J S A? 2> ^ — 
?v ; 0; l ; H; Phe ; 



R' , -NH-C(Y)- 
-CH 2 -C(0) -; 
R' , -NH-C(Y) - 
; 2; Me; Me; 



2-N0 2 -4-MeO-Phe; S; Phe; H; H; NH 2 -CH 2 -C (0) -NH-CH 2 -C (0) -NH 
0 ; 2 ; Me; Me; 

2-N0 2 -4-MeO-Phe ; S; Phe; H; H; 7 ^ J ^ is # ^ =- ?V ; 0 



R' , -NH-C(Y) - 
Tfs ^ ;v \ 0 ; 1 
R' , -NH-C (Y) - 



2-N0 2 -4-MeO-Phe ; S; ^ ^ ^ > 7 )V ; H; H; 7 ^ J ^ * is >V % )V 
H; Phe; 

2-N0 2 -4-MeO-Phe ; S; >f V :/ ^ ; H; H; 7 S / ^ V ^ 
~ ; 0; l ; H; Phe ; 

. R 38 li^#g-7-^ fcliT^^r^S^g^t) ft * ( l ) 




(1) 



( 5t * R 2 . R 3 a . R 3b «:i£<OfiiiS:#L, R" Ji © & T ^ * * ft tt: T U - 
7;^^SS:g^t) <£> {L ^ « £ % £ £ <£> # ft T in ^ 4to R* Z ( {§. LR, li fu E ^) 
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(5£*xtt»*w^***>i-)<Dfb^tt*£rtL* a> < Lt# hintiik&tto (2) 

*^^<tffl (thiation reagent) t K/t $ ^TXiSttSllR^ (2) £ 

£ J* X £ , SSC^^ft (2) (faLXfifei^fcliiSif 

[0017] 

xtfmmm**mfr-tte&vo (2) <D§aig*ii, ^ <i i±2o c cf*fitf>m 

»*ttSZIl«itf^>u - h , hv-u - h £ Jl u >/ jg (# £ L < J£ §g 
*fett*«lB^)-Cfc«9#So X^|63giB^.s : ^fc-r<t:^« (2) a» & 0H *& L T X flS 

m<o1m Z * <kffl & m ^ r sot: 0 is mit -c # s 0 

[0018] 

jfi "C £ 5 ( T. W. Greene <D # fig & J* 4 1 <£> & SI & (Protect i ve Groups in Organic 
Synthesis), Wi 1 ey- In t er s c i e nc e , 1991#JS) 0 Wh . R'^ 7 ^ X. 

^ ,\, ) £ r y — /u r * /u & (« x. tf ^ >- ^ ) &* t> -r m & is , # ^ 

- h<D«l#sn*«;ttf A ffc 33%) *<0tt£3a«ti=j&R*-Cj^ 

^^^S(Hitft-^^;u)tSt)ti*i:H:, flfc « ■ K /S 20^ ftiS©il|t^ 
[0019] 
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5fc (1) <0 J4 , (A H # If FR2645153^§- fa U ft * ffi in J: 9 * J4 1^ « * # 

[ 0 0 2 0 ] 

*R 4 ZO*6^*»fi — fK«-T|T|RSn-CA*t?t (^J^I^T^ p * tfc 4 it 14 T 
K!) -/ fc tt ) ; M © £ j* 1* 14 . h y ;vt 5 y©ffSTi:«tff h ->;u^ o 

0 P D ^ ^xoftiS^Sttftflil^-c^R* -on<o r >v =i - )\, t> h m m "C £ £ o 

[ 0 0 2 1 ] 

A— Basc = N«r* *> L , R, # tK IS ^ £ 3t ^> L % R,.^t K u 

(i) flMk^tttt, HuiBco^: (2) <D{k^««:^®tt«#j*-e»itur* 

a (3) 




(^;^r 2 > r 3 .> r« > r"*5 x o^xfi hu §2 <d mm * *r-r s ) <oit&m* , 
S: (3) <D{b-&««:«i*Wi6"C*Q f 3gbr»:S: (4) 




R4 



(sSfR*, R 3b , R< , R'*5 J: U<Xf4 hu IS OS ft £r # -f 6 ) CO ft &m £ £ J* L . 
3cv*-<Mb<fr* (4) ^r^yfbttS^ (5) 
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o 




Rab 



OH 



(5) 



R4 



(it^R,. R 3i , R, . R"33 J: tfXIi hu IS W S l§ £ S ) (OWL'S m £ £ fi£ U . 
fi&IMb"&4& (5) ?r*yu/^ - hOlffilSJSC^ItTS (I) ({fi l_R, liHSr 

[ 0 0 2 2 1 

•;rf f >©^f ? ycgfgf fttfe (2) <d gHb i± , o o ^ ? y*fciii,2 

n o i * V W & £ ^ ^ ft ^ #j 4. ^ 20^ itt W it g T' #J * t* ^ ? * n n X — 

3) i: <£> K 14 , 70"C # iff <E> Um V M M V £ 5 a y ? * # — S (Polonowski typ 
e) ^ft (Gilman N. W. <b <D J. Am. Chem. Sec. 1990, 1 12, 3969~ 3978# fiB ) "C & -5 
. {b-g-ft (4) © -7" >• -fb R *S , 2CC Witt © MS "C » |g AS «l X A- a - ± t£ 

[ 0 0 2 3 ] 

A— B^S C=N& 3e L , R, # 7k ^ J© & Sc *? L . R, . & & -0C (0) -R' , . £• :b -f * 

I51»S (i) ©Yb Huferos: (5) co{b-g-^i £ #; 5£ r' 3 . c (o) oh (StR',. 

fSmjfe<Dtcjg£#i-5)rog££SJ££*-c&s*: (6) 




»?2 



(6) 



R4 
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(6) £ 13 i\, '< * - V (DWL&WB. JS I- *>tt X R, AS H £ L , R, . 

*ss-oc(o)-R , 3 .Sr^tJ-rs: (i) w*rt£;roft^fe^^^-rs^i:^J;t)#^ix5 

[ 0 0 2 4 ] 

ft 3* #3 (5) *\\L&m (6) t;HB ft S tt % ^Ig^lCffi&O^^^/UftSJS^ 
*^^RI«4*fl=Tt?^«it?#, BP % *J 9 p p > ^>^/-:ttl,2-^^ p p ^ * V 
+ 20r t'iit^ 5 0 

[ 0 0 2 5 ] 

A — Btf C = N£r m t> L , R.iSSR'.-NH-CfYj-WStS^t**^©* (I) CO ft 
R. (I) <D ft fc<D it t£ (7) 

R*,-N=C = Y (7) 

[ 0 0 2 6 ] 

R t *s SIR', -NH-C(Y)-^) » + * (I) O it & M 0> S ft * I- > * (7) <D it & 

• «:R.36S**lR^Sr*t>i-a: (I) Oft#*i:*Hlt « r t tt^^ b d ^ * y 4 
fc »i 1 , 2- ^ ^ o n :n * > 60 Jp # jfi m it m M * -0 20<C f+ iff CO & K t? s £ \Z. ft t> tl z> 
o ^ (7) <D&*ftIi^^mSR$*trA#US5*»*fettS^#(-BEfei<D*-&(r 

[ 0 0 2 7 ] 

A Bi&S-C-N(R 5 )-£ m t> L , Ri *3 «fc t*R s rt* *3i 18 ^ Sr* L . R 3 . * * % iR ^ 

$fc(i7/K/uS^g^t*IB>ew^ ( I ) ft & « fi bu 12 <D ^ ( 2 ) <Dit&m\z. 
»ttjBt«*-eafilS:5B7cWS:fPfflS?*T*a: (8) 



(5£*R 2 . R 38 , R 3b , R« . X*3 J: tfR"f± hu 35 <o g S§ Sr *T "T £ ) ft ^flj £r £ A U % 




(8) 



R4 
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-tmm£i&®> (I) §:4St6r iCiDf 
[ 0 0 2 8 1 

{C&m (2) (8) in S tc i~ S WJ H: * 20t:#i£O^ST*<g:® T 

[ 0 0 2 9] 

A Bfc C-NR, £ 3l fc> L , R, j&s*3flR^«:**pU % Ra . 2 s * * * fc I* T A* * 

^ S «: S ;b L , R,^r;^ = ;uStSfct, # 31 ^ <£> 5£ (I) <B ft: I* % Sir IB 

<d:£ (8) (35 £ & stz' -r b (S: * R* it MIE^>«^ fe *r L . z* n j&gtte s £ it 



ftPtSft^tt (9) *^^^^--h<OjBi«»KJCSi^^ftTR.3ft5**K^S:* 
fc> 1-/3fr M£i£4fc (I) ^^*t^rHiJ:0#^ii5o 
[ 0 0 3 0 ] 

{b^4& (8) a»e>BB*&LTfl:<&l* (9) SrSaig-rsrtte, 60t:#i£^Wtr 
h ^ t kp 7 7^o*Dt*»t-e**ftt h y ? Aofpitct 9 sis-ess. ft 

o 

[ 0 0 3 1 ] 

A— B#-C-N(R 8 fc> L * R.iS**!^^ SrSbl, R, . * zk * JgC 4 tz 11 T 

ju*/i>m&mt>v * r s # ^-c(o)-(ch 2 ) p -r' b * m t>-r *m w <d^ cd <oit^m 
mie^ (s) <D\t^m * s: ; 




(9) 



FU 
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R' 5 - (CH 2 ),-C(0)0H(&*R\lS £Xfipteffl&<D1&mt: Gir Z)<0 & k & & £ & X 

ft^: do) 




R4 



(5£*R 2 , R 3 . % R 3 >, R, % X. R*\ pft J: t^R' B «[E©f g * ft £ ) ffc ft * 

» ^ -emfc&m do) * /u^ > - h o aa^s Et/& m a* # r r, a* *mm.* & m t> 

-tWxm±fiZto (I) SrtdttSiMaDfbhSo 
[ 0 0 3 2 ] 

<b^^iR , 5 -(CH 2 ) P -c(o)OH^ >fb^^> (8) tosgii^^f Ki;^yy/SS 
* is tt * #J * -c 2or f*iEoa«-e*Ms-e#* 0 

[ 0 0 3 3 ] 

A---B# -C-N(R 5 )-* $t *> L , R, * ^ ^ ^ £ 1p> L , R 3 . # fc Ko^Vitg 

*?i-*«w^5S: (i) oft'&tttt, i£ (4) <&te^»£S5cLT&5£(ii) 



FT 




(11) 



R s as*«K^&*fc>-*-BrS4iJ«tt (I) t t*t 5 5 v^lj: 
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it £• m (1 1 ) £ & 5fc n -R 5 (it 4> R s 14 T = i\y £ "C 5 ) <T> it & & * tz 14 Jfc 

iSR' s -(CH, ) P -C(0)OH(i£ + R' s «fctfpl4Mf2<a$D< tfe5)Cit»ILT»;a( 
12) 



(AtR:. R s .. R« , X*J J: R " 14 fifi 12 (D « jg L » R 5 14 * ft. -e 4x T A- T = A- & 

* fcttR's-ccH^p-cco-^si^-rjcib^fei^dfe^ u, 

S & »£ 0s *b £■ m (1 2) £ * > it S. f£ »: v» "C * A- '< p< - h W B& « ^ 5 i£ |c A- it X R, 
as * m ffi.? & & t> U . R 6 Ifi T *>>r (4R , s -(CH J ) B -c(o)-«r*^-rgfM^ 
{£ (I) 4:4f«t5r 9f ?>ii5„ 

[ 0 0 3 4 ] 

A — B#-C-N(R. )-*«*> U, R, &*mm* U . R 3 .aSS-0C(0)-R' s . Sr^ 

t> i- * m m (d (i) ©ft-e-«»»4iS (6) w-fb-a-^£i35tL.-c&i*;(i3) 



CSfR*. R',.. R 3h> R« , Xfc J: tfR'14 iE©f i * *f i" 5 ) » {b £ & * L 
&.it&m (13) £ * /w< - h o ii^lSSJS K a» It T R. *s J: t*R s *s * ^ ffi ^ % & 
g£ {b « (1 3) Sr <b ^ tt '> p -R. (ffl L R 5 14 T A< T =■ A- S «r 3t i" ) * fc 14 & it R' 5 

-(ch, )„-c(o)oH(m LR' 5 S34u'pi4Hufarci^c^Sr^-i-s)ro®t > jiaaL-c^s:(i4) 




(12) 
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o 




R' 



3a 



(14) 



F*4 



(^4»R 2 , r im% R 3 b % R 4 , X3sJ:tfR*liBuSB<D«a«:*fL* R s fi * ix ^ ft T tv >r 
-sumittz l±R' s -(CH, ) B -C(0)-4r it fr-t) (Dik&M & £f£L % 

«* l-K{fc^» (14) «: * >w< > b©K«S^«fca»ttTR. tf**JR^***> 
L, R 6 riS^ft^ftT ;U^r = ;US^ fc |± S R^ - (CH a ) p -C (0) - £ S Jb 3r S £ jfi ft ( 

i) H^ts:M:nS^6o 

[ 0 0 3 5 ] 

^ T if t* >- ( 1 1 ) 33 <fc ( 1 3) <d m m m ffi R 6 (h «t itS/^l^tiintS^ffli 

, fc&m (9) 33 «t tJ« (10) StKjS-T S Rl£lfeft= ^ P — -Cfc So # /W< * — J* (5) 
. (6) % (8) , (9) , (10), (13)33 «t iMl4)<DK«SRjfcttiiui£ <0*n < -Cfc 
"9 ;SR'li»f * K £ SU K J: 19 L a» fc * * — b % R'OC (0) N-<E> 31 

[ 0 0 3 6 ] 

A — B2S-C-N(R 6 )-& ^ *> L , R, j6S*R , .-NH-C(Y)-<OSS:S^-*-*»M^S: (I 
) 0{t£*ftte, * (7) R\-N = C = Y 
(**R\ 33 J:t5YttWEo«ttt*i-S)o<k (I) <B » Jfc *Mfc <b ( ffl 
LR. tt**!R^S:*t>i-)^f^fflS-&Ta; (I) ©»«UfcYt^*Sr**i-5ri: 

[ 0 0 3 7 ] 

sc (2) ft w <o s b « * fc*s a il^Sft t l t 
, (i) ofc'&ft taigiglcgg] LfcfrSlxil^fSft t u * (2) 

[ 0 0 3 8 ] 

# « 9! <D ft: ft (1) tt^Tfflft3gH«*tt*:#i-<5o flP*>#*0i«oft:^« (i) 
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[ 0 0 3 9 ] 

5 o ci ^rfij tn ffi ^ m z> o 

[ 0 0 4 0 ] 
[ 0 0 4 1 ] 

*ls^(Dig(j:^fc6St LtiiJ^S (i) o^dc«afet5^a; (i) <o%.$Lm 

[ 0 0 4 2 ] 

TT V ? * is $ J* ^ ? JV ? ^ ffi y =? $ Y - * , 7^r^ h y « , if 7 
[ 0 0 4 3 ] 

;y o *n £ , aaft**3E«rfft±«*ftf*. » « *S 2W « 

x tf ^ y ir u - /u £ fc is ^ y =i - /u % P«Jc:rixb^ln*.fc»K±fF*-i?irS» 

[ 0 0 4 4 ] 
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£ 0 f% m K: , ±X (DftWf ( * fc tt # fF m « ) 4fctM£ 

[ 0 0 4 5 ] 

mfe-f Z> <t % ;t £ # 4 ^ D 
[ 0 0 4 6 ] 

mmm i 

5- (2-^ D p 7 x = /l/)-l,3,6, 7,8, 9-^ if /> ^ K n -1- (2-7 x ^ ;U x f /U ) -2 
H- fcT y K [4' , 3' ;4, 5] f x ; [2, 3-e] -1, 4-^ 7 if t B > -2-t > 

m i »» 

3i f- /U 5- (2- ^ u a 7^^/U)-l,2,3,6,7, 9-^- 3f if ^ K p -2-^ 3r V -1- (2- 
7 x x;l/X^^)-8H-t° y K[4*,3 , ;4,5]^-^y [2, 3-e]-l, 4-^ 7 if t 6 ;> 

# * V U — h 

18g<D 3i ^ ;V 5- (2- ^ P P 7^^7U)-1,2,3,6,7, 9-— f K P V - 

8H-t° y K [4* , 3' :4,5]f x / [2, 3-e]-l, 4-^7 ^ ^/Jf V h (4.4 

65 y ^;u)?r7;>^yTt I80mlo StK^^ f^^^^7 ^ K(:g»t5 0 60% 
h y ? A (1. 784g, 4. 46 5 y A- ) £ 8s #B L , & ^ ^ ^ ife tfi £ *l & < 

* 5 * ^50tt^ft30^flEJ£IS^»DSt5 o ElSjKft £20t;{tift<E>ififln::?& 
9LRV>T2-yu^xf;V-<>'^y (6.2ml, 4. 46 5 P ^^l^aStrfft^Jt 5 

o mw «i23 ( c -ei6fiprafif 4 , »cv>-es/CJSEfr^JS^r>'^-^^^^fflfo^*S(4 

OOffll)CSJ0t5„ ftffilift»x^;i, (2 X 500101)^^^ 5 o tlft^il^^* 
CO ^ P h ^7 7 ^ - (§i« ; ffE^^^^-^^^V ; 0-100 7!; ^ 20-80) \C J: 9 

afeo*asr»5fe (2o.3 8% 89%) 

[ 0 0 4 7 ] 

a £ : 70- 78<C 

NMR 'H(400 MHz , CDC1 3 . 6): 1 . 07 (m, 3H) ; 1 . 4 6 (m, 1 H) ; 1. 93-1. 97 (n, 1H) : 2.85 
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(m,2H); 3.08(n,lH); 3.69(m,2H); 3.69(m,lH); 4.02(m,2H); 4.38(m,2H); 4.73 
(m, 2H) ; 7. 20-7. 49 (m, 9H) ; 

IR(cm' 1 ) : 34 27; 29 78; 2 927 ; 1686 (v C = 0 i3 s< * — b ) ; 1678(v y ? ? — A ) 
; 1231; 1115; 761 
» 2 

5- (2-? P D7i^/U)-l I 3 ( 6,7,8 l 9 > * K D -1- (2-7 ^ ^ ;V x f ;U ) -2 

H-f !) K [4* , 3' ;4, 5] ^ 3i y [2, 3-e]-l, 4-v> T ^ 

S g£ + C0 33%^{b7K#K^^» (500ml) (d A Ac i!u IB J£ # h tltzlt&Vl (20 

.3g. 0. 04^ /w) Sr^Wi" 6<k^» *20*C(+jff<O®fl[ -ei2fipn»ff U 
$r40<C T^sSim ^0 Hft L , &^-C»*:@tea8*«-C3««£-e:fcp » & ^ ^ » £ 300ml 

o * \c mm <* , &\<^ x* m&tm-r b v * * <o^^mm ooobd & » * ^ u *> & 
%L&m * # ^ . 

[ 0 0 4 8 ] 

j» j£ : 70- 78t: 

IR(cm"') : 3427; 2978; 2927; 1678 (v A); 1231; 1115; 761 

HPLC (UV) : 99% 

5- (2-^ d d 7x^;U)-l,2,3,6,7 ( 9^^f/>^ K a -N- (4-y -2- = h n 

7x^;V)-2-t^y-l-(2-7x^;>xf ) -8H- f y K [4* , 3' ; 4, 5] ^ ^ J [2, 3-e 
]-l, 4-v? T if t° > -8-* )V # ^ * T % K 

4mlO^TKv ? ^ d a p< ^ > ^Cl 5- (2-^ B n 7at^/U)-l t 3 f 6 f 7 F 8, 9-— 
Ko-l-(2-7x=;Hf /U)-2H- fc° y K[4',3' ;4,5]f-x/ [2, 3-e]-l, 7 if k e 

>--2-^>-(0.2g, 0.46^y^7W)<b4-^ h^r V-2-~ h n V * V T * — h (0.0 

96 g% o.46^ y /u) i: ^t^tsii^*^ 20<c f+ iE <s> X3m m t^tr;^ 
y#iaitaj*t5o x-f/K2 ra i)^sfi;lS{:^^i, 

5 * *; » 30 ft mfft£o1Z 0 B*fc7y y M-CBBl, y y* a fc° /U ;n - x 
(2X5n.l)ta^L, » t^>T V ^ >- ^ ^ (5ml) -CScj^ U fee 1 OOX: £k T <0 & ffi W 
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STCfEilLfcai:, ffi m<r>%L$L*to ^rife©* (0. 195g, 66%)(Dff2T-#6 0 
[ 0 0 4 9 ] 
: 145- 150^ 

NMR 1 H (400MHz, CDC1 3 , 5): 1.70(m,lH); 2.12(m,lH); 2. 81-2. 88 (m, 2H) ; 3.55 
(m, 1H) ; 3.74(m,lH); 3.84(s,3H); 3. 96 (m, 1 H) ; 4.23(m,lH); 4.41(m,lH); 4.73 
-4. 82(m, 2H) ; 5.42(m,lH); 7 . 20-7. 5 1 (m, 1 2H) ; 9.49(s, 1H). 
IR(cm _l ): 3427; 2978; 2927;1678(v C=0 7 V 2 — ^ ) ; 1530; 1210; 1030 
HPLC(UV) : 99% 

5- (2-^ n n 7 x 3, 6, 7, 8, 9-^ * * -Y Ko-l-(2-7 xr:;Vxf ;U)-2 

H- fcT y K [4 J , 3' ;4, 5]^ ^ y [2, 3-e]-l, 4-v^ T if fc° ^-2-^ ^ ^ 
g 1 

^ ;U 5- (2- ^ o D ^^^7U)-1,2,3,6,7, 9-— 3f -tf- ✓> >f K p - 1 - ( 2 - :7 ^ ~ A> 
;V)-2-^ * * V -8H- fcT y K [4' , 3* ; 4, 5] =tl J [2, 3-e]-l, 4 - v 5 T if fc" V -8-# 
Ttf U — h 

tT y i^^dOmD^iC^^/U 5- (2-^ P P !7 3i JV) -1 , 2, 3, 6, 7, 9-^ 3r * ^ ^ 
K p -2-3r y-l-(2-7x = ;Uxf /U)-8H- fc° y K[4',3' ;4,5]f xy [2,3-e]-l,4 
-v* T if e > -8-^7 >U # 3r > U - h (0. 97g. 1 . 9 1 ^ V /U ) £ 5E 66 It M (0 . 4 25 g , 1. 

91 s y ^/H^^tt^ii^ft^ 85<c #i£<Diaffi"e5«pra*ntR'f-5o £ ft 20 
t* T EI ?S£ # -c fiK * £ it £ 0 Rv^t^^ p ^y(40il)t8»L, ft 1^ 
#e>ix^:«9*S:r-fe h ^ h y/U <100ml)^jB*TKll*IB]j(ID!R EItesK$g«T- 

o *g m <o m m & \c . » » n y n h^y^>c-(^mm ; r 

A,-'**-? 9 y ; 20-80 75 M 45-55) (c J: 9 R ft 5 . 4M^^^^tt577 
^v^3 ^^^^$-frT»^*&*(O.lg)<7)^T-0fM^^^^^^o 
[ 0 0 5 0 ] 

NMR l H(400 MHz, CDC1, , 5): 0. 84 (m, 3H) ; 1 . 49 (m p 1 H) ; 1. 95-1. 99(m, 1 H ) ; 2.8 
-3. 12 (m, 3H) ; 3. 70 (m, 2H) ; 4. 03-4. 19(m, 2H) ; 4 . 3 1 - 4 . 3 4 (m, 2H) ; 4. 80 (m, 1 H) ; 4. 
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98-5. 05(m, 1H) ; 5. 37(d,lH); 6. 95- 7 . 67 (m, 9H) 

IR(cm~'): 3427 ; 2978; 2927; 1701(v C = 0 9 * * — A) , 1592; 1384; 1296; 12 
25; 761 

g 2 a is 

5- (2-^ n o y x — A> ) -1, 3, 6, 7, 8, 9-^ * 1?- ✓ W K o -1- (2-7 ^ — ;Vxf ;U)-2 
H- fcT y K [4* , 3' ;4, 5] ^ m y [2, 3-e]-l, 4-<^ T if tf > -2-^ ^ > 

g£ * <D 33% in L ft {b* 31 S£ (30ml) Id AH it mi IS © * "C # h tl ti it & 

*&(o.ig. 0.19^ y ^e;w)30 Bgffii$t6o m & h ^ ^ >- <o & v & v x mfcm m 

f tl^^tSo v^^DD^y (30ml) £ h y *A©^*P*g?#(50ml)£ 

& £ ii" . ^SJ^I^^^tf S^^c^^f t 0 
[ 0 0 5 1 ] 

5- (2-^ o p 7x=;l/)-l,3,6,7,9-^^f /N>f K p -N- (4-^ h 3r v- -2-^ h p 7 
x^;U)-l-(2-7 x^/uxf ;u)-2-f y-8H-t° y K[4*,3';4,5]^:x/ [2,3-e 

]-i, 4-v? r if t°y-8-i;/^f ^ K 

86mgCO 5-(2-^ p P 7 x - 2 ( 3, 6, 7, 9-^ ^ t a ^ K d -l-(2-7 x ^ ;Ux 

^/U)-2H-t°y K [4' , 3' ;4, 5] ^ 3i y [2, 3-e]-l, 4-v? T if tf V-2-^ > Sr . 2ml© 

i/^c3p^^^cfico4-y h^rv- -2-^ h n^r y ^ r * — h (o.o4o g . 0.19^ y 

* AO ^ 2or ftiff © -CK/S * it 5 . El£ift<&««:2iSiniR#L, J V ^ o tr ;u 
m - (3ml) ^tt»ttiSfei"5*-C*iDi-5o 7 y 5^ MfSiSL, ^y>^n 

^;H-7 L ;K2X3ml)-Cft^U, >f y< > ^ > (5ml) t ft » L « C , 
y^7^7^_h0^n-7 h / 77>f - (^S^ ; RH^^-^-^^^^ ; 20-80 75 M 40 
-60) J; D f? 4 5 o 4«ftO*S:t#t577^V3>'©I«Si:, 0r M <£> £ 
« ttSfe »* (0. 03g v 24%) (D 1* T* # 6 0 
[ 0 0 5 2 ] 
Sfe £ : 152t: 

HPLC MS;230nmT*99%(MH* HaiUfi 662. 1 ; MH* S Ira IB 662. 2) 
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5- (2-^ d d 7i=yw)-l,2,3 l 6,7, 9- — * 1^ ^ >f K u -3-fc F o # V-l-(2-7 x 
n;Uxf ;l,)-8H-^y K [4' , 3' ;4,5]f x ; [ 2 , 3-e ] - 1 , 4- i> T if t> ^ -2- Jr V 
^ 1 

t-;/ ^ >U 5- (2-^ n P7s5^)-l l 2,3,6 f 7 f 9-^*f^>f K o -4-* > K -2 
-t^y-l-(2-7x^;>xf /U )-8H-e y K[4',3 , ;4,5]f x; [2,3-e]-l,4-i;r 
-t? fc 6 >- -8-^7 ;u t$ * *y u — h 

t-rf ^ )V 5- (2- ^ n a 7x^;U)-l,2,3,6,7 ( 9-^#f />>f Ko-2-t^y-l-( 
2--7 zr. ^ )V zil ^- f v) -8H- t" y K[4',3';4,5]^-^y [2, 3-e]-l, 4-i/ 7 if t° >- -8-# 

3f > h (22g. 41 ^ y ^e/U) £23^ TM, 2-v?^ n o ^ V (320ml ) id ^ ft? -T 

£<> ^23^ "C24«FMfi 1 * ft I* -CTkSMfc*?- h y £ & (DSXmWi (400ml) £ gs 

#0-r5 o « > ^ & \Z % *T «S ffi £ * Sfc L , iB^^*V?A±t?(S*S*, » ig L 

^ /u-^v ^ * >- ; 50-50 7!? M 80-2 0) K i; 19 ft Sf b fc & K , *k & &<D & i£ & T 
Z> 7 ? ? is 3 ^ & £ tc 0 i^tifcl*^^ d f/ux-fyu-^ 

* > (20-so) a * T-mft-t z>o 7y ^ Mtiiiu, y * ^ -e 

t^lfciC, 0fM^^fig^fiefe^*(5.9g. 26%)<D»-0#fc. 
[ 0 0 5 3 ] 

NMR 1 H (4 00 MHz , CDC1 3 ,5): 1.35(s,9H); 1 . 96 (m, 1H) ; 2. 87-3. 0 7 (ro, 3H) ; 3.70 
(m,lH); 388(m,lH); 4. 30 (m, 1 H) ; 4.45(m,2H); 4. 67 (m, 1 H) ; 4. 99 (m, 1H) ; 6.81( 
s, 1H) ; 7. 22-7. 84 (m, 9H) . 

IR(cnT 1 ) : 1689 (v C = 0 % /U s< j — h ) ; 1679 (v C = 0 7 9 $ — ^ ) I 7 50 
HPLC (UV) : 99% 

» 2 mm 

t-7 *?• 3-T "fe ^ ^ is -5- (2- ^ P n 7 31 xi /U ) - 1 , 2 , 3, 6, 7 , 9-^ ♦ 

KP-2-t^y-l-(2-7xx;Uxf /V )-8H- fcf y K [4' , 3' ; 4, 5] ^ 31 y [2, 3-e] - 1 , 4 
-v7if t°y -8- # # 3r ~> W — h 

mm<ostmx-n titzit^® (5.s g , 10* y ^e/u (ssomDir-t^r 

a o io%fflft (150ml) K * ^ *r D 82 ft 30#MfT i^ft v^"CS8xf yutft 
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BLfc. tffift^rlRit h y * ^ CO 10%^ft^fflt (2X 150ml) -C ft 

fct*-C* (2X 150ml) "C ft # Lfc 0 SSffi 8^ ^ A J: tfti $ t 

=5- ? > ; 20-8075 M 50-50) C J: ^ K L f: i C s £f£4&0^£^*r-f-£:7 

20-80) w^M^it^^st^o 7 y ^ h tfia i, -ry^^^v-eftfrLfc 

f£K, jfrM<Odfe*£^te^-i^&l»*(5.2g, 84%) <D 
[ 0 0 5 4 ] 

lR(cm _ 1 ) : 3420; 2975; 1742(v C = 0 m ^ =r tv ) ; 17 02 (v C = 0 # — h ) ; 16 

79(v — A); 1233; 1111; 755 

as 3 & » 

t-y^/U 5- (2-^ p o 7x^/W)-l,2,3,6,7,9-^^t/>^ K p - 3 - t h'o^'> 
-2-^- y -l-(2-7 xn/Vxf ,u )-8H- t° y K [ 4' , 3 * I 4 , 5] f- ^ J [ 2 , 3- e ] - 1 , 4- *J 
T if f > -8-^7 - h 

BftE&l»-C#fcftfcffc^tt(2.5g % 4. 2$y*/U)fr^^y— (60ml) (C ^^-T 
£ o R l£«£K & -5"C KlJftfilLfcV* h y *^<D^«(6ml<D7k*<D0. 168g) 

SriS^tSo «»f±23 , C-C2«FBtT* 3 . 8 #J £ IK « $ * & "C K iS ft ^ « 
^od>^C«(|?L, Kct>T*ftb. *^-etft7y*=!>AOi6lP*«(2X 

loomi) -eft^i- s o *T8&fa£zKftL, «e ^ ^ * > * ^ ± -ett £ 

^ zf ? ^ ; 20-8075 M 50-50) IC £ *) ffim I- tz&\C ^ 4 S: § W t 5 7 

BfS*>£j*«ttStfe»* (4. lg. 87%)<0»"C#fe jx& D 
[ 0 0 5 5 ] 
: 138- 140^ 

g 4 m.m 

5- (2-^ P p 7 zcxwlO-1,2,3,6,7, 9-^- Kn-3-t K p *r C -2- ( 7 m n 

fvzr. /u) -8H- t B y KU'^' ;4,S]f x / [2,3-e]-l ( 4-^7*ey -2-^" > 

mFfBS|Sgr*# frtlfc&m (0. 56g, in^^)^^^nD^y (8ml) Id**? 
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-fZo h y -7 a mm (2. 5ml) £r L , ffi^^23 t CT*2^P^tf 4 5 o *g#J£?£ 

»feixfcttS:5ml<BTir h ^fc**?-*-*. 20ml 31 - 7- ju £ g& ft) U , » 

# as a 5 * r -5 £ t? it ft 3 o 7y y hi-eiiL, x-f^-cft»ufc«ic, 

j?rM£fiSc*& l*^- ~ fe (0. 32g, 56»)©» -e» & ft * o 

[ 0 0 5 6 ] 
Ife^ : 180- 189*0 
3£*09 6 

5-(2-^ p B7*-A')-l,2,3,6,7 i 9-^*t^>f K n -3- fc K n */ -N- (4-p< h 
v- -2-^ h o 7 * ~ ) -2-^ V -l-(2-7 * ~ A* 31 ^ /U ) -8H- fc° D K [ 4 ' , 3 ' ; 4 , 5 

]fxy [2,3-e]-l,4-^7^ t°y-8-*;u^f ^-7 ^ K 

5- (2-; o o 7 * - ^ ) -1 , 2, 3, 6, 7, 9-^ * t ^ Ko-3-t K o ^ ^-l-(2-7 x 

- /Ujl ^ /U ) -8H- tT y K[4',3' ;4,5]f [2, 3-e]-l, 4-^ 7 f tf V-2-t V (0. 16 

7g, 0.29 5 !) *^)«r^^ p p > ^y(2ml)l:»)!ltSo h y ;ur ; >(0. 06m 

0.445 y ^eyu)#:t^-C4-y b * >-2-~ h & 7 ^ ~ ?v 4 y ^ * is t * — h (0. 06 

2 g . 0.295 y £gs*nir 5 0 2^^2310 -cmw& k , gu^l^^f 5, v y 

% % y J*1* 9 u ^ h 1? 7 7 J — mmWi ; 9 J*uxi*9l'-*9J—fl' ; 9 8-2) K 

J: 9 *f ®J & lc % t5 77^->3 ^Srl^^tSo n {fc £ ^ - ir 

±"C©ai8*5 J:t/Bff©3:-r;i/-eoi5fe*8i:, 0r M o £ 4^ £ I* (0. 08g 

[ 0 0 5 7 1 

H^C : 143— 145t 0 
[ 0 0 5 8 ] 

mmm 7 

3- (7-7 5 / -l-^-^ y-^T'f ^t^r'>) -5- (2-^ d p 7 x = ;U)-1, 2, 3, 6, 7, 9- 
^ f ^ Kn-2-t^rV-l-(2-7x^^x ^/U)-8H- tf y K [4\ 3* ;4, 5]^m / [ 
2, 3-e] -1, 4-v> T if fcT > 
» 1 ««£ 

t-7 *f- )V 5- (2-^ a p 7 3, - ; v ) -3- [7- { (1, 1- > ^ 31 h 3r '> # /tf ~ ) 
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T 5 J 7,9 — > * * W KD-2-t^V-l-( 

2-7x^;Uxf ^)_ 8H ^^ y K[4',3';4 f 5]^^/ [2, 3-e]-l, 4-v* T if fc° > -8-^7 

lgtOt-^f ;U 5- (2- ^ n? n 7 x n ;U ) -1, 2, 3, 6, 7, 9-^ 3r 1J- K n -3- k K n 

^'>-2-^#y-l-(2"7x^;Vx ^ AO-8H- f y K[4',3 , ;4,5]f x; [2,3-eJ-lM 
-^7f t^y-S-^y^^v/U - h (1.85 y ^ /U) £ , * o * > (10ml) * K 7 

- [ (1, 1- ^ > f- )V m h > ) ^ ^ ] T 5 J $ >- ^ (0. 45g, 1.85 U ^ yi- ) 

tl-(3-y>f ^7;yyo t° ) -3-^ ^yu ;*? )V ifs m 5 Klfii6*ft (0. 42g, 2. 16 
5 y * yu) £ h y ^(0. 25mK 2.2 5 y yw ) t 4-iS * 7 ?V T 5 J f y 

^ <0.22g x l.sn^^l^Sftfii^ftCSJOtS. 23*0-^24^ fflf? 

ft^ft^t^^oo^V (30ml) £ * » tK (20ml) t Sr « *D S • »«* «: f? ft 
SJCKflt fc « S -tirS. (2X 20ml)-e*» L , «8^^*^»>A± 

A (mmm ; K^Ji^yu-^^^^ ; 2-98 7!; £5-95)±t?ff 4 5 . £ J* <D ^. £: -g- 

#t*7?^*/9y*jmis*6. Bfa^**»ttefe**«»* d.og, 71%) 

: 90-94X: 

NMR l H(400 MHz, CDC1 3 , 5 ): 1 . 24- 1 . 62 (m, 27H) ; 1.95(d,lH); 2.5(m,2H); 2.8 
-2.9dn.4H); 3(m,lH); 3. 82 (m, 1 H) ; 3.86(m,lH); 4.35(m,2H); 4.70(d;lH); 5.9 
4(s, 1H); 6.73(m,lH); 7 . 2- 7 . 3 (m, 5H) ; 7 . 4 7-7 . 56 (m, 4 H) 

IR(cm~ 1 ) : 3381; 2932; 1744(v C = 0 3i J* X /U ) ; 1704-1677(v C = 0 * > — h 

*3ctU?v C = 0 — A); 1165 

HPLC MS: 99.1% (25nm) (MH 4 H « 779.3; MH* 3 U ffi 779.32) D 

[ 0 0 5 9 ] 
SB 2 a» 

3- (7-7 5 y-l-^^r y-^^ p ^^^-^r^>)-5-(2-^ n p 7 :n ^ yU ) - 1 , 2 , 3 , 6, 7 , 9- 
^ * * ^ KP-l-(2-7x^;l/xf ;V)-8H-^y K [4' , 3' ;4, 5]f x ; [2, 3-e] -1, 
4- v> 7 if t° > -2-^" V 

B&ffi&»-C»fcjh,fcYb'&4M0. 95g, 1,2; ^/HS:'^nn^y (2ml) Id *g 
ftf-T^o h y ^ fr* o OF It (lml) €r8s*D U , ffi # fc 23<C 1 6B£ W ft 5 . b^^ 
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X2X 20ml) ©Jftft*^5riil(B««*-C*»JO*»«(w % ^P^h^y:7>f~ 
CJ:5»B«:'>y **7A(*i« ; * n n > ? y-t * / - /U - h y ;U7 
^ > ; 94-6-075 M 89-10-1) Ji Trf? ft 5 o 4«*©*S:4 tt 5 7 9 ^ i/ 3 y *I 
£rM<E>£j£^te (0. 13g, 19%)CD^T'# 

[ 0 0 6 0 ] 

NMR 1 H (4 00 MHz , CDC1 3 , 6 ): 1 . 28- 1 . 64 (m , 1 3 H) ; 2-2.2(m,lH); 2.52(m,2H); 2 
. 73-2. 87 (m, 4H) ; 3. 2-3. 4 (m, 1 H) ; 3. 82 (m, 1H) ; 4 . 26-4. 37 (m, 2H) ; 5.94(s f lH); 
7.22-7.55 (ra,9H); 7. 95 (se, 2H) 

HPLC MS: 96.5% (250 nm) (MH + H SlUtt 579.2; MH* 3g ^ 579.22) Q 
[ 0 0 6 1 ] 

mmm s 

3- (7-T ^ / M-^^r V-^/f ;^^r v/)-5-(2-^ a a V m z=. ^ ) - 1 , 2 , 3 , 6, 7 , 9- 
^ * >f V P -N- (4-^ h 3r -> -2-^ Fd7x^;0 -2-yt" V -1- (2-7 m ~ ;n 
^ >U) -8H- fcf y K [4' ,3' ;4, Sjfx y [2, 3-e]-l, 4->> T if fc° V-8-# ;U aff ^ ^ T 5 
K 

3- (7-T 5: y-l-^-^ry-^7 P ^^^^->)-5-(2-^ o P 7 2,3,6, 7, 9- 
^*-9-s^4 Kn-l-(2-7x^;Wx ^-yU)-8H- tT y K [4' , 3* ; 4, 5] ^ ^ y [2, 3-e]-l, 
4-^ T i? t° y-2-^T S (0. llg, 0.2^ y /l^) *• ^ n a y * > (2m 1 ) (d M ft? *T 5 0 
4-> h -2-~ hP7x^;K y ^ 2j- r * — h (0. 04 7g, o. 22 ^ y ;u ) £ 

iratSo ffiffii 23^: -e 24B# m ft 10 & ^ -e >r y ^ p t° ^ ^ - x ^ (20ml) & mfc<o 

ftg^^f 5^ T'gJlltSo RRS^tttt^-T 1 ^ <2nl)*3 i^y^OB^X 

0. 5m 1 ) & » Jra u ft # e> « i- 5 o ^ y y Mtiill t^f y^p \? ji- ^ — =r >i> x+$t 

[ 0 0 6 2 ] 

: 90-95t: 

HPLC MS; 89. 3%(250nm) (MH + 31 789. 2 ; MIT S Ifc fit 7 89 . 2 3 ) 0 

[ 0 0 6 3 ] 

^ife^J 9 

4- (7-T ^ y-l-^-^ry-^7 P ^ 1 /l')-5-(2-^ p p 7 ^WU)-1,2, 3, 4,5,6, 7, 9-;*" 
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^ * ^ K o -1- {2-7 sc. ~ ^ ) -8H- tT y K [4 ' . 3 ' ; 4 , 5] ^ 3i y [2 , 3-e]-l, 4- 

y 7 if t° y > 

t-7 As 5- (2- £ o u 7xs^)-l I 2,3 1 4 l S,6 I 7 l 9-*^ 
-l-(2-7x=;l/xf /U)-8H- f \) K[4',3' ;4,5]f [2, 3-e]-l, 4-*^ 7 ^ f ^-8 

BfS(i2ol)SrilHaat7^^yTi:4g«)t-y / f ^ 5- (2-^ o d y zr. zz. 
, 2, 3, 6, 7, 9-^ * * >T K p V - l-(2-7 x ^ x f ) -8H- t° y K [4 ? , 3* ; 

4,5]f xy [2, 3-e]-l, 7 if t e > -8-* ;V /f ^ -> W - h (7. 9 ^ y ^ /l- ) l~ & 1m ~t 

s 0 #: ^ ^ y - /u (60mi) £ 2m u . ftv^-cKJCJSEKSrot^ftaiu. f r y 

****fkt h 9 ?A(1.5 gl 2.4^y^yU)S:»^jc*J!ini-5 0 & /S^<£^ £: 23 
t TM ^ ffi L ft ^ ;K I ^ ^ ^ ? , R^-Ci?^ p n > (2X 100ml) T* ft £ 

fT#5p *r<s*a Sr * But r ^ n * j* <d io%mm (2 x somi) -est ^ u , atifc^^* 

<D S [§ ft: (2.96g, 75%)(D0t#f)tlSo 
[ 0 0 6 4 ] 

NMR 'H(400 MHz, CDC1 3 , 6); 1.36(s, 9H) ; 1.65(m,lH); 2.16(m f lH); 2.78(m, 

1H) ; 2.91(m,lH); 3. 38 (m, 1 H) ; 3.42(m,2H); 3.50(m,2H); 4.20(m,lH); 4.40(m, 

1H); 4.50(m,lH); 5.46(n, 1H); 7.30(m,8H); 7.43(m,lH) 

IR (cm" 1 ) ; 3 350 (v NH 7 if fc e V ) ; 295 0 ; 1687 (v C = 0 % >V * — h ) ; 1672(v 
C = 0 y??—J±)\ 1365; 1172; 751 
HPLC (UV) ; 99. 4% P 
[ 0 0 6 5 ] 

m 2 ®m 

l--f *f- ?\> 5- (2-? u u :7 ^ ^wU ) -4- [7- [ (1 , l-v 5 y f /Ux h ^ ^ ^ ^ ;V ) 
T ^ y ]-l-^ ^F- V ^ ^ /V]-l f 2, 3, 4, 5, 6, 7, 9-^" ^ ^ ^ >T y -1- (2- 

7x^;l/xf ;u) -8H- t 6 y K[4',3 , ;4,5]^^y[2,3-e]-l,4-v^Tifb°>' -8-;*7 

H&E&B*-C#fcnfc&rictt(lg, 1.86^ y ^ /U) £ 1, 2-i^ * P nzn^^ (20ml) 
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I- *g m -t Z> o N- > ^ P ^ * # # S K U ^ > , N ' - * T 7& U X 7 U >- H 

I (23g. 5.6* y *;b)*5,tt/f h 7 t K p 7 9 V (0. 5ml) S: ft JO t 5 . 7-[(l f 1-v 5 
>f ;Ux h^^)^yu^^;u]7 >; ; 7 P ^ > g (0. 91g, 3 . 7 * V ^- ) £ ft L 

, «#^23tTM8B#^tT^Po i/^y^SIt6 0 ^ #J £ B £ * . S JC 88 R ft 
^^DO^y(30ml)l:S«$t5 o J£^«£0>r *>£&erjJ§£ft*n L, ^^t- 

ft fl fiH ff (1. 2g, 86%)(D^-e# £ , 
[ 0 0 6 6 ] 

NMR l H(400 MHz , CDC1 3 , 6): 1.15(d); 1.25(m); 1.36(s); 1.4l(s); 1.52(m); 

2.85(m); 2.16(d); 2 . 22-2 . 40 (d) ; 2.58(d); 2.81(m); 3. 48 (m) ; 3.75(d); 3.9 
0(m); 4.35(d); 4. 40-4 . 60 (m) ; 6. 0-7. 0(d); 7.30(d); 7. 18-7. 40(d) 
IR(cd 1 ) : 3 3 78 (v NH # /U ✓< J — h ) ; 29 74; 29 30; 1700(v C = 0 # )V s< * — h ) ; 

1676 (v C = 0 =7?$— A); 1391; 1168; 759 0 
[ 0 0 6 7 ] 

4- (7-T * S * y - ^-7 ;U)-5-(2-f p p 7x^;l/)-l > 2,3,4,5 I 6,7,9-t 

^ ^ -Y KP-l-(2-7x=^xf yu) -8H- fcf y K [4* , 3* ;4, 5] ^ ^ / [2, 3-e]-l, 4- 

:/ r f e y -2-^- >- 

lOmlO^^DDy ^vCAttfc, H9E®ie-e#e?ix^:Yk'&»(lg. 1.3* y 
) 4: h y 7;utP«K(3ml)i:^tf t5S««r 23<C TMH$ m » «* i" 5 . h /u^ >- ( 
2X30ml)^ J:t;x-r;v(2x 30ml)CgSf L^^ ^ft;?I^^^I^^5o 38 

^^s^ra^-^/u-rir hv-^^pp^^^ (90-0. 5-0. 5)&&mmm &m 4» "C 

6fe$*(1.0g, 96%)Oit'#^ixSo 
[ 0 0 6 8 ] 
: 149— 152^ 

NMR l H(400 MHz, CDC1 3 , 5 ): 1 . 20-1 . 57 (o) ; 1 . 86- 2. 2 5 (d) ; 2 . 5 6-2 . 79 (d) ; 2. 
91(d); 3.30(d); 3. 79-3. 91 (d) ; 4 . 27-4 . 3 7 (d) ; 6. 0 7-6 . 63 (d) ; 6. 6 3-6 . 99 (d) ; 
7. 01-7. 76(d) ; 9. 45(d) 0 
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[ 0 0 6 9 1 

4- (7-7 ^ J V ^^A-) -5- (2-? p p 7 3: =. ) - 1 , 2 , 3 , 4 , 5 , 6, 7 , 9-^" 

^ ^ /n >T K n -N- (4-^ h # v"-2-~ h o ;7 a: =. yW)-2-^- 3r V -1- (2-7 zr. ^/uxf 
;U)-8H-f y K [4* , 3* ;4. 5]^ m y [2, 3-e]-l, 4-^ 7 if tf >--8-;*7 # ^ ^ 7 ^ K 

h y 3i ^ 7 % is (0. 22mK 1 . 5 $ y * A* ) * , ^ d p > ^ y (i2ml)l:B j5»L 
0. 5g(7) 4- (7-7 ^ / y-^/^/!/)-5-(2-^ n n 7 x n 2, 3, 4, 5, 6, 

7, 9-^- ^ * »W Kn-l-(2-7x^/I/x ^/lO-SH-fc* y K [ 4 \ 3 ' ; 4 , 5 ] ^ :n y [2 , 3- e 
7 "tf f -2-^" > (0. 63 * y ^- A ) iC "T £ 0 #; l> TM-y h 

n-^oi^/U^y^^->>7^ — h (0. 14 6g, 0. 69 3 y t A") tr K A) L * ffi # 2 3<C 
t?l»WtTftv^ft^-e««|*:|iIC»E»»-C3R«S-fr5 D y # # 9 A <« • * ; 
^ p p> ? > -J ? S — J\s-fcmikT 1/ ^ ~ V J* ; 98-2-0 7!? 3* 95-5-0. 5) JiT'O ^ p 
^ ^77-f-i:j:5»88i:, i^ft^^Sr^tt 5 7 7 ^ a v £ s£ 3£ £ it 
ft^tf /MOv 5 ^ p p y * >*5j:t5lM4l[iKK«*(0.2nil)SraSAp-rSc, # * 2 
3^: t? 30# BffftV^»:i>-e#btb^:*j*ttSr7y5/h±-t?jltia-*-So =■ ~ =r A- "C 
(Dftfr'&lC^ mm<D*k$L®Z&&m3i (0. 12g, 25WO»-e»6. 

[ 0 0 7 0 ] 
g& ^ : 160^ 

NMR 1 H (4 00 UHz, CDCla v 6 ) : 1. 32 (■) ; 1 . 5 7 (m) ; 1 . 9 (m) ; 2. 10 (m) ; 2. 33 (m) ; 2.4 3 
-2.75(a); 3. 57-3. 35 (m) ; 3. 83 (a) ; 4.35(a); 5.00(a); 5.30(ra); 6. 65 (m) ; 7.0 
0(m); 7. 50-7. 01 (m) ; 7.89(m); 9.69(m) 

IR(ca' 1 ): 3420 (v NH) ; 2930; 1670; 1664; 1655; 1649; 1532;1348 
HPLC (UV) : 96% 

mm 

5- (2-? p p 7 xi/U)-l,2 l 3 l 4 l 5 f 6 l 7,9-t^ 9 /> 4 K p -4- (3-^ ^ )V -2--J s r 
~ Jl>)-2-* * y -\-(2-7 =- ?V ^ )V) -8H- tf V K[4 , ,3' ;4,5]^^y[2,3-e]-l, 

X--? 5- (2-? p p 7x^;U)-l,2,3 f 4,5,6 ( 7,9-t^ * K n -4-(3-> 
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^/U-2-:/^^/U)-2-^3r V -1- (2-7 i ^ /U x f ;U ) -8H- b° y K [ 4 ' , 3 ' ; 4 , 5] ^ 
/ [2, 3-e]-l, 7 f t e ^ ^ 1/ - h 

0. 5g(Z)t-y f 5- (2- ^ o a 7x = ^)-l,2,3 l 4,5 ( 6 l 7,9-*^ * K a -2- 

* * y-l-(2-7x^;Vxf /u) -8H- t° y K[4',3' ;4,5]f xy [2, 3-e]-l, 4-'^ 7 ^ 
t° >- -8-^7 /U ^ ^ u — }> (i ^ y *yu)fcft*r h7 t K p 7 9 ^ (20ml) (C jg ft? 1" 
5 fl 60% 5> S5c L zk SMb ^ h y * ^ (0. 028g, 1.15 H;H^'>if o^it 5 

25mi, y * fr) & W$ Jroi" 5 o 82i$ ft 23t: -c 3^r tt ft v> , s je fflEH Sr 6ox: -e 

»«ftH» l^-C^ n y ^YkKSff ff (0. 125mK 1 . 1 5 V * A- ) Sr % #D -f 6 . 60^ "C 

48^p^i u ^ , RfcrnnzmitT^^-v j*<Dm&mm oomi) k ^ * r * 

l> T*fEg£ 3i ^ (30ml) £r SiD-T 6 0 (H > -V « H , tK tt= » £: S 8 ^ ^ /U (30m 1 ) "C ft 

->y * * 7 J* ; g^^^^/^-^^^V ; 2 0-80 75 M 50-5 0) _h ^ u K 

? 7 7 j £ 4Sfto*tt#t577^'>3 3§ £ it 

[ 0 0 7 1 ] 

NMR 'H(400 MHz, CDC1 3 , 5): 1.37(s v 9H); 1.53(s,3H); 1.67(s,3H); 2.06-2.4 
8(m,2H); 2. 49 (m, 1H) ; 2. 6 1 (m, 1 H) ; 3.11(m,2H); 3.23(m,lH); 3.3(m,lH); 3.48 
(m,2H); 3. 70(n,lH); 4 . 46 (m, 1 H) ; 4.46(m,2H); 5. 1 7 (m, 2H) ; 5.17(m,2H); 7.17 
-7. 55 (m, 9H) . 

IR(cra" 1 ): 2974; 2926; 2855; 169 7(v C = 0 jl )V * — h ) ; 1676(v C=0 7 2 2 
— J* ) ; 1 365; 1165; 750; 699 
HPLC (UV) : 98. 5% 

m 2 

5- (2-? n n 7 xx^)-l,2,3,4,5,6,7,9-t^ # 4 K n -4- (3-^ ;W-2-:/ 7" 
^/l/)-l-(2-7x^;l/xf AO-8H- fcT U K [4' , 3* ; 4 f 5] zxl J [2, 3-e]-l, 4->> T if 

SI ie^ -C # 6 tt fc ft ^» (0. 4g, 0.65; y^/M^v^^ (5ml) 
fil, ftv^ h y 7/u*oB8(2n>l)8:Si0t6. » » 4: 23TC t? 2«f ffl 16 Kr U . ft 
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fauJf^-JfS — fr-TkmfcTls^r-tJ* ; 98-0-075 M 98-2-0. 2) Jb T? <D ? 

S5£i*:<5o » fi ffl * ^ — 7" /l- (20ml) [C ft? £ *t -5 o lM^S^tt (hydrochlo 

ric) a: - 7- /u (0. 2ml) £r 8s *D L , ffi W «r 1 5# f» ?t ft ^ , & ^ "0 # ft tz. g flc £ 7 

[ 0 0 7 2 ] 

fit : 114—1 18^ 

NMR 'H(400 MHz, CDC1 3 , 5): 1 . 55 ( s , 3 H) ; 1 . 69 ( s , 3H) ; 2 . 3-2 . 65 (m, 4H) ; 3.14- 
3.40(m,7H); 3.68(m,lH); 3. 97 (m, 1 H) ; 4.27(m,2H); 5. 1 4 (m, 2H) ; 7 . 1 6-7. 56 (id, 
9H) ; 9. 50 (m, 2H) . 

mmm 12 

5- (2- ^ n p V =n ~ /u) -1, 2, 3, 4, 5, 6, 7, 9-^* ? # 4 K n -4- (3-> ^ /W-2-^ T" 
- /U)-N-(4-> h 3r > -2-^ h cz 7 x - ;U)-2-t^r V-l-(2-7 x /U)-8H- 
tr y K[4 , ,3';4,5]f xy [2,3-e]-l,4-^7f ey-8-*;u^f t7 ^ K 

0.22gCD5-(2-^ u o ^^n/U)-l,2,3,4,5,6,7,9-^^ * K o -4- (3-> ^ 

-2-y^^wU)-l-(2-7 m^/U^^/U) -8H- t° y K [4' , 3' ;4, 5] f x y [2,3-e]-l,4- 
*J T if fc° V-2-J*- V (0. 43^ y /U) £• ^ a n y ^ >- (2ml) id *g ft? $ , ^ 1/^ TM- 
y h3rv'-2-^ h o - y ^ ^ -f y ^- T * — h (0. lg, 0.48^ !i ^;U)?:iA0t 

5 o 23<c -?immm&vti&iz s mm&m&tsTtZo ~> v * * ? * mmt& ; *s * 

aajf^-j?;— ;U ; 100-0^; M99. 5-0. 5)±t^ p v h^77-r - fd £ 9 fi? 
Slfcf l:, ^S»O^S:^tt577^>3^^I^$t, #&ftfcHttS:>r 
y ^ >- * (20ml) izmm £ ^ 5 o - *r ^ (2ml) ft ^ ^TO L % ft V* T Iff # * 20# IB 
fr ft , $c T 7 y vy h_h-ei&i§L, |/ht<D>f y y* n tf/uzn — f;vfc J:t;^ y 

^^^■castic Bf m<D±&yo (o. i9 g> 6i%)oj^t?# 

[ 0 0 7 3 J 

NMR 1 H (400 MHz, CDC1 3 , 6): 1.55(s,3H); 1 . 69 ( s , 3H) ; 2 . 2 5-2 . 6 7 (m, 3H ) ; 3.07 
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-3. 26(m, 4H) ; 3.70(m v lH); 3.84(s,3H); 3.96(m,2H); 4.10(n,lH); 5.00-5. 18(m 
,4H); 6. 86-7. 59 (m, 13H) ; 9.52(s,lH). 

IR(cm l ): 3482; 2974; 2926; 2855; 1671(v C=0 y 9 2 — A ) ; 1500; 1302 
HPLC(UV) : 98% 0 

[ 0 0 7 4 ] 
^JS^J13 

5- (2-^ u u ~7 =. n }\, ) -1, 3, 4, 5, 6, 7 f 8, 9-^* ^ * >f K o -l-(2-7 x ^;!^xf 
/U)-2H- tT y K [4* , 3' ;4, 5]^- 3i y [2, 3-e]-l, 4-v> 7 "tf tf ^ 

t-^^/W 5- (2-^ P n 7 3U=. /U) -1, 2, 3 t 4, 5, 6, 7, 9-^ 2 2^4 Y u -2-* * V 
-l-{2-7x^;Uxf ;u) -8H- t 9 y K [ 4* , 3 ' ; 4, 5 ] ^ 3i / [2 , 3-e] - 1 , 4- V 7 ■*? f ^ -8 

A- tf? 3r V U — h (0. 5g, 0.93^ V ^ ) M 7k ? o ^ >- ( 1 0ml ) ft? i~ 

6 0 |s y 7/utP»i(3iil)Sr*lDU, S#^2^f B l20lC#ifi(DlgtfT/^o » 

am h^^v-cftiHis^br^^^-frSo (^ — t /is-i? ? a d y * > 

-r -t h > 30-0. s-o. 5mi) «: »sp u , ftt^sj^ia^ftSretR^^-fs^-eai^ra 

j^M O £sfc#3 fi^fe«&^ (0. 34g, 85HO»tftbtlS. 
[ 0 0 7 5 ] 
Sfe /£ : 128— 130^ 

HPLC MS;97%(270nm) (MH + ^S0ffi438. l; MH + SI Ira ffi 438. 1 4) 0 
[ 0 0 7 6 ] 

mt&m 14 

5-(2-^ D d 7x^;U)-l,2,3,4,5,6,7,9-t^ >f K p -N- (4-> h -> -2-^ 

h p ^ =r. zz. ;V) -2-& V - 1 - ( 2-^< ^ ^ ) -8H- fcf y K[4',3' ; 4, 5] ^ ^ y [2 f 3-e] - 

g^^(0.5ml)$:0.16g(7)5-(2-^ D o7*=^)-l,2,3 f 6,7, 9-^ ^t^-Y K P -N- 
(4-^ F^V-2-^ Fn7x^;U)-2-t=3r y -1- (2-^< V ^)-8H- fc> y K [4* , 3' ; 4, 
5]fx y [2, 3-e] -1, 4-v* 7 if tT > -8-* JV sj? ^ ;** T ^ K (0. 26 ^ y ) » im i" 

5 o ^ # V - (3. 5ml) fr r (on&mmm Bsi&n L 8; ^ tB8 (lmDis J: t^g ^ |c 
*>7/ ^PTk^ftt h y !>^(o.033 g , o. 52 y /u) £ ?K An-r £ «> ^/Sig^feSr 
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ib*ib»#l*v* -ess*?-*-** tMot -eimmmm-t z> » & ^ -os# * 22<c -c2b* 

$*(0.145g, 83%)0)g-e#f)ix5 0 
[ 0 0 7 7 ] 

H/5 :90<C <b 

HPLC MS ; 94% (240nm) (MH* 31 SO ffi 6 1 4 . 1; MH* 31 Wa ffi 6 1 4 . 1 7 ) 0 
[ 0 0 7 8 ] 

Hi/Tt5o H IB « 15—4511 

A — Bri$-C = N-£ * fr-tVC&m £r#J^L;5li£#l46- 70 tt A — -c-N (R 6 ) - £ « 

[ 0 0 7 9 ] 

Hlfi«15'-45<Oft'&*<0««8 [fbi^fSgift^, st;« (TFA) ;sh:*ft (HC1) 

# fig ] t- J: o r K J: o r ft Jh SR. ;R' . ; Y;R 2 ;R 3 . ;R a > ;X;n;R' 4 ;R~ 4 & 



Ex(3lfi 


fi#J) 


15: h; -; 


- ; 2- 


Cl- 


Phe (y 




~ AO ; H; H ; 0; 2; H; Phe; 


84-88 


fb) 






















Ex 


16: 


H; 


-; -; 2-ci 


-Phe ; 


H ; 


H ; 


0; 


o; 


H; 7xn;^;l/^^;U; 132 


-134 


) ; 

Ex 


1 7 : 


H; 


-; -; 2-Cl 


-Phe ; 


H; 


H ; 


0; 


0 ; 


H ; Phe; 135-136 (fb) ; 




Ex 


18: 


H ; 


-; -; 2-Cl 


-Phe ; 


H; 


H; 


0; 


0; 


H; 189-190 


(fb) 


Ex 


19: 


H; 


-; -; 2-ci 


-Phe; 


H; 


H; 


0; 


4 ; 


H; H; 144-150 (fb) ; 




Ex 


20: 


H; 


- ; -; 2-Cl 


-Phe; 


h; 


H; 


o; 


2 ; 


Phe ; Phe ; 104-108 (f b) ; 




Ex 


21 : 


H ; 


-; -; 2-ci 


-Phe ; 


H ; 


H; 


0; 


2 ; 


Me ; Me ; 74-77 (*f b) ; 




Ex 


22: 


H; 


-; -; 2-Cl 


-Phe ; 


H; 


H; 


o; 


0; 


H; T^-^V'^/U; 222-230 ( 


sh) ; 


Ex 


23: 


H; 


-; -; 2-ci 


-Phe ; 


H; 


H; 


0; 


l ; 


H; y ; 82 (*fb) ; 




Ex 


24: 


H; 


-; -; Phe; 


H; H; 


0; 


l 


. Phe; 


>80 (*fb) ; 




Ex 


25: 


H; 


-; -; 4-C1 


-Phe ; 


H; 


H; 


0; 


l ; 


H; Phe ; 1 18-120 (fb) ; 
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Ex 26: H; -; -; 2-F-Phe; H; H; 0; 1; H; Phe; >85 (*fb) ; 

Ex 27: H; -; -; 4-F-Phe; H; H; 0; 1; H; Phe; >70 (*fb) ; 

Ex 28: H; -; -; 2-Me-Phe-; H; H; 0; 1; H; Phe; 80-82 (*fb) ; 

Ex 29: h; -; -; t-zf <f- ; H; H; 0; l; H; Phe; 160-162 (sh) ; 

Ex 30: R* ! -NH-C(Y)-; 2-N0, -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 0; 2; H; Phe; 1 

41-143 ; 

Ex 31: R' i -NH-C ( Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 0; 0; H; 
/U $ )V 7$ n & ; 18 2-184 ; 

Ex 32: R' , -NH-C ( Y) - ; 2-N0 2 -4-M eO-Phe ; S; 2-Cl-Phe; H; H; 0; 0; H; Phe; 1 
90-192 ; 

Ex 33: R' , -NH-C ( Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 0; 4; H; H; 158 
-160 ; 

Ex 34: R' , -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 0; 0; H; V ^ n 
^ 3r > JV ; 183-184 ; 

Ex 35: R' l -NH-C(Y)-; 2-N0 2 -4-M eO-Phe ; S; 2-Cl-Phe; H; H; 0; 2; Phe; Phe; 
156-158 ; 

Ex 36: R' , -NH-C(Y)-; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 0; 2; Me; Me; 1 
49-154; 

Ex 37: R' t -NH-C ( Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 0; 0; H; T ¥ ^ 
s =3- )V ; 210-214; 

Ex 38: R' l -NH-C(Y)-; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 0; l; H; b e ]) i? 
; 131; 

Ex 39: R* , -NH-C(Y)-; 2-N0 2 -4-MeO-Phe ; S; Phe; H; H; 0; 1; H; Phe; 148-15 
0; 

Ex 40: R' j -NH-C(Y)-; 2-N0 2 -4-MeO-Phe ; S; 4-Cl-Phe; H; H; 0; l; H; Phe; > 
130 (*) ; 

Ex 41: R' ! -NH-C (Y) - ; 2-N0 2 - 4-MeO-Phe ; S; 2-F-PheI H; H; 0; 1; H; Phe; >1 

22 (*) ; 

Ex 42: R f i-NH-C(Y)-; 2-N0 2 -4 -MeO-Phe ; S; 4-F-Phe ; H ; H; 0; 1; H; Phe; 10 
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8-110; 

Ex 43: R' , -NH-C(Y)-; 2-F s C-Phe ; 0; 4-F-Phe; H; H; 0; l; H; Phe; >85 (*) ; 
Ex 44: R* , -NH-C(Y)-; 2-N0 2 -4 -MeO-Phe ; S; 2-Me-Phe; H; H; 0; 1; H; Phe; 1 
20-130; 

Ex 45: R f » -NH-C(Y)-; 2-N0 2 -4-M eO-Phe ; S; x-zf ^ ^ \ H; H; 0; 1; H; Phe; 1 
77 ; 

^jfi« 46-- 70<Dft'&»<O:fcffi [fb;»fi«[S. st;^ (TFA) ; sh ; ifi (HC1) ;*#faf 
ffi ) I- J: 9 I- J: o T 12 55 T U it SR. ;R' i ;Y;R 2 ;R, . ;R 3 b ;X;n;R* « ;R'< 33 J: 
u?R 5 ^t/(c^^( c t:)ii^ix^ix»:oS^§r^ri-^; 

Ex 46: H; -; -; 2-Cl-Phe; H; H; H; 0; 2; Me; Me; 128-132 (sh) ; 

Ex 47: h; -; -; 2-Cl-Phe; H; H; 7$S'<>9*/i'ftJ'tfz=>fl> m , 0; l; H; Phe; 

200-202 (st) ; 

Ex 48 : H; -; -; 2-Cl-Phe ; H; H; >Y > K I) * ft As — ; 0; 1 ; H; Phe 
; 160 (st) ; 

Ex 49: h; -; -; 2- CI- Phe; H; H ; T S / rf <f- >v ft )V tR ~ iv ; 0; l; H; Phe; 12 
0-124 (st) ; 

Ex 50: h; -; -; 2-Cl-Phe; H; H; -f n tr /u # >v i£ - ?v ; 0; i; H; Phe; 214 (s 
t) ; 

Ex 51: h; -; -; 2-Cl-Phe; H ; H ; */ 9 xx *s * ft fr> i£ \ o; l; H; 
Phe ; 1 75-185 (st) ; 

Ex 52: h; -; -; 2-Cl-Phe; H; H; 7 x^;u-/d t°;>^;v^^;H 0; 1 ; H; Ph 
e ; >155 (st) ; 

Ex 53: H; -; -; 2-Cl-Phe; H; H; 7 m =. ;U m ^ ;U ft ;u t$ =l ; 0; 1; H; Phe; 
149-151 (st) ; 

Ex 54: H; -; -; 2-Cl-Phe; H; H; 4- (L-T 9 J 4 * > * ^ ^ ) ^< > ^ # 9V 
7$ n fV ; 0; l; H; Phe; >140 (st). 

Ex 55: H; -; -; 2-Cl-Phe ; H; H; 4- (T S J * ^ ;U ) 7 =. ^ ;u ft )V if ~ >V ; 0; 1 
; H ; Phe (fb). 

Ex 56: H; -; -; Phe; H; H; NH 2 -CH 2 -C (0) -NH-CH 2 -C (0) -NH-C (0) - ; 0; 2; Me; 
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Me; 122-128 (st). 

Ex 57: h; - ; -; ^^-^^^/u; H; H; 7 ^ ; 0; l ; H; P 

he; <50. 

Ex 58: H; -; -; O/f^; H; H; T $ J ^ *r is U tv i£ ^ >v ; 0; 1 ; H; Phe 
; 60^ h (*). 

Ex 59: h; -; -; 4 h ; H; H; 0; l; H; Phe; 202-206 (sh). 

Ex 60: R' , -NH-C (Y) - ; 2-N0 z -4-M eO-Phe ; S; 2-Cl-Phe; H; H; 7 a fcT /U id ;V 7$ 

=• ; o; l ; H; Phe; 163-165. 

Ex 61: R' , -NH-C (Y) - ; 2-N0 2 -4-M eO-Phe ; S; 2-Cl-Phe; H; H; -> ? P V ^ 

^-/u # # ~ ; 0; l; H; Phe; 177-1 78; 

Ex 62: R* t -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 7 ^ ~ - n fc° 
;u^;u^^;u; 0; 1; H; Phe; 202-203; 

Ex 63: R' , -NH-C ( Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; 7 x ^ ;U x f ;V 
jjjutf^/i,; o; l; H; Phe; 114-115; 

Ex 64: R' t -NH-C(Y) -; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; T ^ J ~? ^ ?V Jo 
sutf^/u; o; l; H; Phe; 166-172 (sh) ; 

Ex 65: R' ! -NH-C (Y) - ; 2-N0 2 -4-MeO-Phe ; S; 2-Cl-Phe; H; H; > K !i ;M f 

^ yf ~ >v ; 0; i; H ; Phe; 193-196; 

Ex 66: R* l -NH-C (Y) -; 2-N0 2 -4-M eO-Ph e ; S; 2-Cl-Phel H; H; X ^ J << > 
j3)\si£^-)V\ o; i; H; Phe; >150 (sh). 

Ex 67: R* | -NH-C (Y) - ; 2-N0 2 - 4-M eO-Phe ; S; Phe; H; H; NH 2 -CH 2 - C (0) -NH-CH 2 - 
C (0) -NH-C (0) -; 0; 2; Me; Me; 184-188 (sh). 

Ex 68: R' , -NH-C(Y) -; 2-N0 2 -4-MeO-Phe ; S; Phe; H; H; T ^ J ^ > ^ Jj /U 
~ /U : 0; 2; Me; Me; 160-166 (sh). 

Ex 69: R' i -NH-C ( Y) - ; 2-N0 2 - 4-Me 0- Phe ; S; * * is *f )^ \ H; H; T^y — 3r 

>> /u X /utf ^ ; o; l; H; Phe; 116-118 (bl). 

Ex 70: R* ! -NH-C ( Y) - ; 2-N0 2 -4-MeO-Phe ; S; -Y V ~s* )V ; H; H; T S S — * > 

sujj/U7$^;u; o; l; H; Phe; 110*0;^^ (bl). 
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V V * 9 =?- > uty^-l:ytig^(oef?E 

b fcCH0-Klli»gSl CO l/t/^-lC3 V * * Is -\Ai[\2 

5I-Tyrll]SRIF-14);&S jg^-T a^fcHHflJ-T*- tlC<t 9 5t £ ix 

[0 0 8 0] 

y h * * ^ V ut / ^ - <7)M^(7)#* £r ^ — K "T S b FOlfe^, sstl 
, sst2, sst3, sst4io J: sst5&; i£ gt L , If -f 2 n — >- it b (Pr oc . Natl. Aca 
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